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REMARKS 

Claims 1 through 3, 6 and new Claim 10 are pending in the application. 

Claim 1 has been amended to reflect that in advantageous embodiments the sweetener is 
selected from one or more of acesulfame, aspartame, alitame, cyclamate, glycyrrhizin, neotame, 
saccharin, gluconic acid and gluconate. Support for this amendment can be found in Claim 3. 
Accordingly, Claim 3 has been canceled. 

Claim 10 has been added to complete the record for examination and highlight 
particularly advantageous embodiments of the invention. 

Claim 10 is directed to advantageous amino acid salts including both acesulfame and 
saccharin. Support for Claim 10 can be found in the Application-as-filed, for example on Page 
7, lines 1 through 13. 

Resubmission of References 

Applicants' Information Disclosure Statement of October 31, 2003 stands objected to due 
to missing references, i.e. references EP 1013633 and JP 081 134034. Consequently, copies of 
EP 1013633 and JP 081 134034 are enclosed herewith. Applicants accordingly respectfully 
request consideration of the previously and concurrently filed references noted within 
Applicants' Information Disclosure Statement of October 31, 2003. 

Objection to the Specification 

The Abstract stands objected to as containing more than a single paragraph. Applicants 
respectfully submit that the Abstract has been amended herein to contain a single paragraph, and 
respectfully request withdrawal of this objection. 
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The Claimed Invention is Patentable in 
Light of the Art of Record 

Claims 1 through 3 and 6 stand rejected over the combination of European Patent 
Application 0122400 to Nakajima ("Nakajima"), United States Patent No. 5,298,648 to Ebisawa 
et al. ("Ebisawa") and United Kingdom Patent Application 1297741 to Ninomiya et al. 
("Ninomiya") in view of WIPO Publication No. 99/04822 to Ledniczky et al ("Ledniczky") and 
WIPO Publication No. 00/12067 to Rayburn ("Rayburn"). It may be useful to consider the 
invention before addressing the merits of the rejection. 

It is considered beneficial to incorporate amino acids, particularly arginine and lysine, 
into foodstuffs. Unfortunately, amino acids, particularly arginine, have a bitter taste. 
Sweeteners, such as artificial sweeteners, may be mixed with the amino acids to counteract the 
bitterness of the amino acids. However, Applicants have noted that simple mixtures formed 
from artificial sweeteners and amino acids can separate back out into their component parts, 
leading to unpleasant inhomogeneities in the taste of the resulting foodstuffs. Further, an 
excessive amount of the artificial sweeteners themselves may introduce an unpleasant taste or 
aftertaste, as noted in a number of the cited references, i.e. Nakajima at Page 1, lines 24 - Page 2, 
line 2; Ninomiya at Page 1, lines 31 — 34 and Rayburn at Page 4, lines 21-22. 

Surprisingly, Applicants have determined that two quite dissimilar components, i.e. 
amino acids and artificial sweeteners, can be ionically bonded to produce salts that can be 
recovered from a solution, such as an aqueous solution. (The Examiner's attention is kindly 
directed to the Application-as-filed on Page 2, lines 30 - 33). 

Altogether surprisingly, although are each of the components are known to potentially 
impart unpleasant tastes and/or aftertastes, i.e. amino acids and artificial sweeteners, their salts 
exhibit a pure, sweet taste. (The Examiner's attention is kindly directed to the Application-as- 
filed on Page 2, lines 5-11). The salts may then be incorporated into a variety of preparations 
for consumption. For example, the recovered salts may be dissolved within beverages and 
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syrups. The claimed salts eliminate the component separation inherent within the heretofore 
known simple mixtures, thus producing amino acid enriched foods having improved taste 
consistency. 

In contrast to the opinion urged within the Office Action, the claimed salt formation was 
quite unexpected, as it can be problematic to form and/or recover salts from solution. Although 
numerous compounds are known to form ionic species upon dissolution in a solvent, particular 
conditions must be present for ionic reactants to form a recoverable salt product, as described in 
the declaration of Dr. Burgard, attached as Exhibit I. 

Applicants are not merely using well-known components for their art-recognized 
function, in contrast to the opinion urged within the outstanding Office Action. Applicants have 
instead determined beneficial combinations of particular artificial sweeteners and amino acids 
that, upon ionization in a solvent such as water, form amino acid salts. Applicants have more 
particularly determined that solutions containing basic-reacting amino acids and acidic-reacting 
artificial sweeteners can be ionically bonded to produce salts. Exemplary acidic-reacting 
artificial sweeteners include the recited acesulfame, aspartame, alitame, cyclamate, glycyrrhizin, 
neotame, saccharin, gluconic acid and gluconate. Exemplary basic-reacting amino acids include 
L-ornithine, L-histidine, L-tryptophan and L-lysine. 

Applicants have further provided artificial sweeteners having enhanced acidic-reacting 
tendencies in advantageous embodiments of the invention. Artificial sweeteners are typically 
commercially available as alkali metal salts, such as potassium or sodium salts. The artificial 
sweetener acesulfame is commercially sold in the form of its potassium salt, acesulfame K, for 
example. Similarly, saccharine is commercially available as sodium saccharine. (The 
Examiner's attention is kindly directed to Ninomiya at Page 1, lines 25 - 27, for example). 
Although these salts dissociate in water, they do not necessarily form precipitated salts with 
other components within a liquid composition, as evidenced by several of the cited references. 
Applicants have found that the acidic-reacting properties of such commercially available 
artificial sweeteners can be enhanced in particularly advantageous embodiments of the invention. 
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Applicants have more specifically determined that the protonated form of artificial sweeteners, 
such as protonated acesulfame or acesulfame H, may beneficially react even more readily with 
amino acids to form salts than their commercially available counterparts, such as acesulfame K. 

Accordingly, the claims are directed to salts derived from a basic-reacting amino acid 
with at least one acidic-reacting sweetener, in which the amino acid and sweetener are present in 
a discrete, stoichiometric molecular ratio of either 1 :1 or 1 :2 and the sweetener may 
advantageously be selected from one or more of acesulfame, aspartame, alitame, cyclamate, 
glycyrrhizin, neotame, saccharin, gluconic acid and gluconate. 

Applicants have further determined that dibasic amino acids, for example arginine, can be 
reacted with two different artificial sweeteners to provide salts that have an overall improved 
sweetness profile, as reflected in Claim 6. Applicants have found that by reacting dibasic amino 
acids with two different artificial sweeteners, amino acid salts are provided that have highly 
advantageous time course of sweetness and sweetness intensity. In one especially advantageous 
embodiment, amino acid salts incorporating both acesulfame and saccharine are provided, as 
recited in Claim 10. 

The cited references do not teach or suggest the claimed invention. 

Nakajima is merely directed to mixtures that purportedly improve the taste of acesulame 
K. Nakajima more particularly notes that although acesulfame K has been found to have a sweet 
taste, it has a bitter tone to its sweetness. (Page 1, line 24 - Page 2, line 2). Nakajima then 
attempts to improve the overall taste of the sweetener by mixing acesulfame K with any of a 
laundry list of additives, including tartaric acid and the like. (Page 2, lines 13-19). Nakajima 
provides a wide range of acceptable component ratios. Nakajima discloses the use of up to 40 
times more sweetener additive than acesulfame K, for example. (Page 3, lines 10-14). 
Nakajima indicates that the acesulfame K mixtures remain in solution, i.e. that the acesulfame K 
mixtures do not precipitate out as a salt upon combination. (Page 7, lines 1 through 32, (noting 
the consumption of beverages incorporating various mixtures)). 
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Applicants thus respectfully reiterate that Nakajima, whether considered alone or in 
combination with the art of record, does not teach or suggest the recited salts formed from 
acidic-reacting sweeteners and basic-reacting amino acids. In fact, Nakajima teaches away from 
such salts by requiring his mixtures to remain in solution. And Nakajima, disclosing up to 40 
times more sweetener additive than acesulfame K, most certainly does not teach or suggest the 
recited salts in which the amino acid and sweetener are present in a discrete, stoichiometric 
molecular ratio of either 1 : 1 or 1 :2. 

Nakajima, directed solely to acesulfame K, further does not teach or suggest amino acid - 
based salts derived from two different protonated sweeteners within the same molecule, as 
recited in Claim 6. And Nakajima most certainly does not teach or suggest salts including a 
dibasic amino acid, acesulfame and saccharine, as recited in Claim 10. 

Accordingly, Applicants respectfully submit that Claims 1, 2, 6 and 10 are patentable in 
light of Nakajima, considered either alone or in combination with the art. 

Ninomiya is similarly directed to mixtures intended to address the unpleasant aftertaste 
normally associated with a different conventional artificial sweetener, sodium saccharin. (Page 
1, lines 30 - 35). Ninomiya purportedly reduces the unpleasant after-taste associated with 
sodium saccharin by admixing tryptophan with sodium saccharin. (Page 1, lines 50 - 55). 
Ninomiya notes the incorporation of up to 200 times more tryptophan than sodium saccharin. 
(Page 1, lines 42 - 50). Ninomiya similarly indicates that his sodium saccharin mixtures remain 
in solution, i.e. that the sodium saccharin mixtures do not precipitate out as a salt upon 
combination. (Page 2, lines 18 through 28, (Experiment 2 noting the consumption of beverages 
incorporating various sodium saccharin mixtures)). 

Ninomiya, whether considered alone or in combination with the art of record, thus does 
not teach or suggest the recited salts derived from a basic-reacting amino acid and at least one 
acidic-reacting artificial sweetener. In fact, Ninomiya likewise teaches away from such salts by 
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requiring his mixtures to remain in solution. And Ninomiya, disclosing up to 200 times more 
tryptophan than sodium saccharin, similarly does not teach or suggest the recited salts in which 
the basic-reacting amino acid and acidic-reacting sweetener are present in a discrete, 
stoichiometric molecular ratio of either 1:1 or 1:2. 

Ninomiya, directed solely to sodium saccharin, further does not teach or suggest amino 
acid - based salts that include two different sweeteners within the same molecule, as recited in 
Claim 6. Nor does Ninomiya teach or suggest salts including a dibasic amino acid, acesulfame 
and saccharine, as recited in Claim 10. 

Accordingly, Applicants respectfully submit that Claims 1, 2, 6 and 10 are patentable in 
light of Ninomiya, considered either alone or in combination with the art. 

Ebisawa is even further removed from the claimed invention. Ebisawa is merely directed 
to the use of crystal growth inhibitors to form thicker and firmer aspartame crystals. (Col. 2, 
lines 12-18). Ebisawa provides a laundry list of suitable crystal growth inhibitors, including 
organic acids, such as citric acid. (Col. 2, lines 32 - 45). The crystals ultimately produced by 
Ebisawa are solely aspartame, and do not contain the crystal growth inhibitor. (Col. 4, lines 27 - 
35). 

Ebisawa, whether considered alone or in combination with the art of record, thus does not 
teach or suggest the recited salts derived from a basic-reacting amino acid and an acid-reacting 
artificial sweetener, much less such salts including amino acid and artificial sweetener in a 
discrete, stoichiometric molecular ratio of either 1:1 or 1:2. In fact, Ebisawa teaches away from 
such salts by precipitating aspartame alone. 

Ebisawa, directed solely to the crystallization of aspartame, further does not teach or 
suggest amino acid - based salts that include two different sweeteners within the same molecule, 
as recited in Claim 6. Nor does Ebisawa teach or suggest salts including a dibasic amino acid, 
acesulfame and saccharin, as recited in Claim 10. 



' Application Serial No.: 10/664,764 
Filing Date: September 17, 2003 
Page: 11 

Accordingly, Applicants respectfully submit that Claims 1, 2, 6 and 10 are patentable in 
light of Ebisawa, considered either alone or in combination with the art. 

The secondary references do not cure the deficiencies within the primary references. 

Rayburn is directed to pharmaceutical compositions formed from admixtures of the 
hydrochloride salts of non-alkaloids, i.e. non-nitrogeneous compounds, with sodium 
saccharinate. (Page 2, lines 15-18). Rayburn provides a laundry list of suitable non-alkaloid 
pharmaceuticals, including antiinfectives and oncolytics. (Page 2, lines 20 - Page 4, line 13) 
Rayburn, limited solely to non-alkaloid pharmaceuticals, clearly teaches away from the recited 
amino acids. (Page 2, lines 20-21). Rayburn forms his compositions by mixing sodium 
saccharinate and a non-alkaloid acid addition salt, and recovering the product from a methylene 
chloride solution. (Page 5, lines 18 - 25). In contrast to the behavior of the claimed invention, 
Rayburn actually notes a reduction in the solubility of the resulting non-alkaloid compound. 
(Page 5, lines 8-11). Rayburn is silent as to the range of acceptable weight ratios for the non- 
alkaloid and sodium saccharinate. 

Rayburn does not teach or suggest the recited amino acid-based salts, which by are by 
definition nitrogenous compounds. In fact, Rayburn strongly teaches away from such 
compounds. Rayburn further does not teach or suggest salts formed from a basic-reacting amino 
acid and at lest one acidic-reacting sweetener present in a discrete, stoichiometric molecular ratio 
of either 1:1 or 1:2. 

Rayburn, directed to sodium saccharide alone, clearly does not teach or suggest amino 
acid - based salts that include two different sweeteners within the same molecule, as recited in 
Claim 6. Nor does Rayburn teach or suggest salts including a dibasic amino acid, acesulfame 
and saccharin, as recited in Claim 10. 

Accordingly, Applicants respectfully submit that Claims 1, 2, 6 and 10 are patentable in 
light of Rayburn, considered either alone or in combination with the art. 
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Similarly, Ledniczky does not teach or suggest the recited amino acid salts. Rather, 
Ledniczky is directed to the use of sweeteners to improve the taste of pharmaceuticals. 
Ledniczky provides a laundry list of suitable pharmaceuticals, including drotaverin and 
prenoxdiazine. (Page 2, lines 23 - 27). Ledniczky merely notes that his compounds can be 
prepared using methods "known per se." (Page 6, lines 16-18). Ledniczky further notes that 
the sweeteners are used in their commercially available form, e.g. as sodium or potassium salts 
or the like. (Page 6, line 21). Ledniczky then goes on to disclose the use of the hydrochloride 
salt form of pharmaceuticals within his invention, along with sodium cyclamate. (Page 7, lines 
25 - 39). Ledniczky is silent as to the range of acceptable weight ratios for the pharmaceutical 
and sweetener. 

Ledniczky thus does not teach or suggest amino acid salts, much less such salts derived 
from a basic-reacting amino acid with at least one acidic-reacting artificial sweetener. Ledniczky 
further does not teach or suggest such salts in which the amino acid and sweetener are present in 
a discrete, stoichiometric molecular ratio of either 1 : 1 or 1 :2. 

Ledniczky also does not teach or suggest amino acid - based salts that include two 
different sweeteners within the same molecule, as recited in Claim 6. And Ledniczky most 
certainly does not teach or suggest salts including a dibasic amino acid, acesulfame and 
saccharine, as recited in Claim 10. 

Accordingly, Applicants respectfully submit that Claims 1, 2, 6 and 10 are patentable in 
light of Ledniczky, considered either alone or in combination with the art. 

Applicants further respectfully submit that there would have been no motivation to have 
combined these references, which are in altogether different fields of endeavor. Nakajima and 
Ninomiya are directed to mixtures that purportedly improve the taste of commercially available 
artificial sweeteners for foodstuffs. Ebisawa is directed to improved aspartame crystal 
formation. Rayburn and Ledniczky are directed to improved pharmaceuticals. These are 
altogether different fields of endeavor. 
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Applicants respectfully reiterate that there further would have been no motivation to form 
the claimed amino acid salts, which have altogether different chemical structures and utilities 
from the compounds of Rayburn or Ledniczky. Applicants again note that the chemical arts are 
unpredictable, particularly regarding the expected efficacies of various compounds. Thus the 
efficacies of Rayburn or Ledniczky can not be imputed to the claimed amino acid-based salts, 
particularly in light of the structural dissimilarities between Rayburn or Ledniczky 5 s drugs and 
the recited amino acids. Further, there is no similarity in utility between Rayburn or Ledniczky 
and the claimed amino acid-based salts. Rayburn and Ledniczky are each directed to various 
families of drugs. In contrast, the claimed amino acids are primarily used as food additives. 
Applicants thus respectfully submit that the claimed invention is patentable, based solely on the 
lack of similarity of chemical structure and utility for the claimed invention versus the art of 
record. 

Applicants further respectfully submit that the prior art fails to disclose or make obvious 
methods for making the claimed amino acid salts, thus precluding a conclusion that the 
composition would be obvious. MPEP 2144.08 (quoting In re Grose, 592 F.2d 1 161, 1 168). 
More particularly, none of the references discloses the combination of a basic-reacting amino 
acid and at least one acidic-reacting artificial sweetener to form an amino acid salt. And the 
references most certainly do not disclose methods of forming amino acid salts utilizing 
protonated artificial sweeteners. 

The references actually teach away from their combination. Rayburn notes repeatedly 
that his compounds must be formed from non-nitrogenous compounds. Amino acids are clearly 
nitrogenous compounds. Rayburn further discloses a reduction in solubility of his resulting 
products. The water solubility of amino acids has historically been considered problematic in 
terms of its incorporation into foodstuffs. Hence there would have been no motivation to have 
formed amino acid products that would have been expected to have an even lower water 
solubility. Further, Nakajima and Ninomiya both indicate that artificial sweeteners themselves 
may exhibit an unpleasant aftertaste. 
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However, even if one had combined the references (which Applicants submit should not 
be done), the claimed invention would not have resulted. Nakajima, Ninomiya and Ebisawa 
each clearly require mixtures. Rayburn is directed to medicinal non-alkaloids, i.e. non- 
nitrogeneous compounds. Ledniczky is directed to sweetened drugs that include commercially 
available artificial sweeteners in unspecified amounts. 

Accordingly, none of the references, considered either alone or in combination, teach or 
suggest amino acid salts, much less such salts derived from a basic-reacting amino acid with at 
least one acidic-reacting artificial sweetener. The combination further does not teach or suggest 
such salts in which the amino acid and sweetener are present in a discrete, stoichiometric 
molecular ratio of either 1 : 1 or 1 :2. 

Nor does the combination teach or suggest amino acid - based salts that include two 
different sweeteners within the same molecule, as recited in Claim 6. And the combination most 
certainly does not teach or suggest salts including a dibasic amino acid, acesulfame and 
saccharine, as recited in Claim 10. 

Applicants thus respectfully submit that the claimed invention is patentable in light of the 
art of record, considered either alone or in combination. 

Statement in Conformance with 37 CRF 3.73(b) 

As noted above, a Power of Attorney, appointing Cathy R. Moore as a Practitioner of 
Record for Nutrinova Nutrition Specialties & Food Ingredients GmbH, is attached. The above- 
referenced application has been assigned in its entirety to Nutrinova Nutrition Specialties & 
Food Ingredients GmbH at Reel/Frame 01 1412/0348. Copies of the assignment will be 
forwarded upon request. Accordingly, Cathy R. Moore is authorized to act on behalf of 
Nutrinova Nutrition Specialties & Food Ingredients GmbH in the above-referenced application. 
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CONCLUSION 

It is respectfully submitted that Applicants have made a significant and important 
contribution to the art, which is neither disclosed nor suggested in the art. It is believed that all 
of pending Claims 1, 2, 6 and new Claim 10 are now in condition for immediate allowance. It is 
requested that the Examiner telephone the undersigned should the Examiner have any comments 
or suggestions in order to expedite examination of this case. 

It is not believed that extensions or fees are required, beyond those that may otherwise be 
provided for in documents accompanying this paper. However, in the event that additional 
extensions or fees are necessary to allow consideration of this paper, such extensions are hereby 
petitioned under 37 CFR § 1.136(a), and any fee required therefore (including fees for net 
addition of claims) is hereby authorized to be charged to Deposit Account No. 50-2193. 

Respectfully submitted, 

Cathy R. Moore 
Reg. No. 45,764 

ProPat, L.L.C. 

425-C South Sharon Amity Road 
Charlotte, North Carolina 2821 1-2841 
Telephone: (704)365-4881 

Fax: (704)365-4851 
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PRODUCTION OF D-ALPHA-AMINO ACID-N-(S)-ALPHA- 
ALKYLBENZYLAMIDE 

Patent Number: JP81 34034 
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Priority Number(s): 
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EC Classification: 

Equivalents: 



Abstract 



PURPOSE: To obtain the subject compound useful as an intermediate for sweeteners by simple operation 
using inexpensive protective group and an activating agent, by mixing a specific compound with an alkyl 
chlorofbrmate and mixing the mixture with a specific benzylamine. 

CONSTITUTION: A compound of formula I [R1 is a 1-4C alkyl, a 1-4C alkoxy or a 6-12C aromatic; R2 is a 1- 
4C alkyl or a 6-1 2C aromatic; R3 is a 1-7C alkyl; X is a protonated tertiary amine or dicyclohexylamine or an 
alkali (earth)metal], preferably a compound of formula II [Ar is a (substituted)phenyl] is mixed with an alkyl 
chloroformate (e.g. methyl chloroformate) and the mixture is mixed with an (S)-&alpha -alkylbenzylamine, 
and then, exposed in an acidic state to provide the objective compound. Furthermore, the acidic state is 
obtained by acidifying the liquid using dilute hydrochloric acid. 
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iJ^-r§^«tt©SU^v'v'^nA+-> > (i.7P-7*t«^ 

[0004] 

A©Sn©fc^D-a-73/K-N- (S) -a-7 
[0 0 0 5] 
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(3) 

3 

Wt E £ D - 7 5 J K©7 5 J t LTM HfcTE 

-ussc (i) -e^snsm fc£vni«t&£fc«g 

ffl«ttTffiVifc-)KSC (2) fc^$n-5&R**nn 
^KXXx^^BI«l*Wbb. OV^T? (S) -a- 
7)l*)l'<>i>)l7S.>tlB'£-rZ>Z.t-V, N-&8- 
D-757K-N- (S) -a-7;^;^>^75 

nawt-r-5D-75ye-N- <s> -a-?w 



[0 0 0 6] 
lit 3] 




H 



R 2 tt^*»i~4©7;p*;PSSfctt^S: 

6 ~ 1 2 0%mm*. Rs 1 ~ 7 <D7)l*)l& 

£. XK^ , ah>ftLfc3il73>*fc«>'>'^n'\+ 
->;P7 5 ><6 5 ^«7;u* u ***&tt7;k& u 

[0 0 0 7] 
lit 4] 




y>*ito7xn;v**, R 3 «^*gci~7©7;^ 

X«Xn h >fcL& 3 &73 n 
A+->;l/73 Wi7;v;*j 'J &JRi:fctt7;P# U± 

[0008] -iftiS (i) £fc«-«!5S; (2) -cgsn 

z>&&t7s.;&mmzm-r%0-i>>rh>m, 7-t 40 
h^Kxxx;^*&tt^>X7;uxb mt&m&? 

*. X* /-)V1S.E<D7)Vn-)Vm. y-v 

7tHD75X 1, 4-^^-+U->^t*©X-'r^ 

7-bhxhu;n*t*©xhij;Hg, 

[0 0 0 9] XKftMSTS&giLTra. MJX3MU7 
5>, tUy>, N-*^;V^*iJ>fc<J:©3iR73 

y^^nA > +v-;U75>©±5fc^ii5^egiS* 



&M¥8-1 34 0 34 

4 

Kfb*^>"?Afef©7JU* 'J^JSSfctt7;^ 'J±« 

[0 0 10] 7$.Jim&tLTm*$tlZ*>e>tLT 
tt, 7-k?;P7-irhX i>>M)V7±.b>l3.£<DB- 
i?*rh>m. 7-feh»K^5 1 ;k 7-fehWHx5 1 ;^if 

©7-th»Kxxx;ns, ^>X7)WMYmt)m\i^ 

n-5. ^>X7;Pxt H«ttT«, *g&©^>X7 
Jl^k Httt)tJ:0, B&StLT. ADVX 7»* 
JUS. 7A-n*->£, *K*fci*£#o«&^>X7Jl' 

[0 0 11] ;rns3!t&R£fi£-fs;ritc«fcD£jj£U 
(1) *fc«-)SSE: (2) -c^sn-sfl^ 

fc, *Sfctt7;i^3-;i,&t*©XD h>tt©^jK*fflVi 
cn^*Sfcfi7Jl-3-;wt < &ig-e?n 
n^K7;mr;Wt©SiS{C*^T, EJSSrE*-rs©T 

•e©Mcs^^*feTi»*-r5^ii^*5. *©*ftt 

SS^-frS^. K£8lt'Hc-«*5£ (1) £/fctt-)fc5£ 
(2) ©ft£$ratH#£LT#ftUT^£»£Kmiaft 

f©@aE^«iic<ts^ffifef^ab^5tis. 

[0 0 12] -«S!5£ (1) £fc«-«*j£ (2) Oitism 

ii^na^m7)^)vt^ tbu^mm^m^m^ii^ 

Xm-V\t, (1) f:*:K-fK5£ (2) ©ffc^S: 

cm:? a D^K7^*^^jn-r5 c trm&mm* 
w&fc-rs. n©ts. fflRj£;s:«)M-rsfei*{c, ism 
T^ia^itAiisu*. -e©tastLT«. 5 

■CKT, M*L<ttO , C&T, 36l:I*L.<B-10 
•CKTIC«^^tTil5V>iKW#ens. d©^ 
©-«*5$ (1) £fctt-«5£ (2) (Oit$mz*i?Z>; 

uu¥m7)i*)iam&it\t%iE:)\<-?fT5<Di>tmbm% 

ff, 0. 6-1. 5 ©^^itwfgH^Ta&ti 
#C© (S) -a-7;U*;^>i?;U7S>i:ifig^$ 

[0 0 13] m^p>tiZ>7aa#m7)l*)VtLT\t, 

[0 0 14] £&L&*I£&«f*%££tl5«ft£ 
(S) -a-7;P*;^>^73>tS^-r5Cli: 
T, §S(CN-fi5a-D-73/K-N- (S) -o- 

•fs (S) -a-7;i/*;i^>y;u73>©S£tttt3? 

^^^©^StiSSrWCab-S)^. 0. 5~2. 0© 
tJHt©!8HT»ti«. fttcffig&K fib, *Sffc© 
(S) -a-7^;^>^73>*tBe<J^feD- 
7S/&-N- (S) -ff-7J^M»*^75Ft 
R«(C73>fl:^«!iT»r), 

©#»*^T©T?lW£j£«J©*«£#*fci§-&, «^ 
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(4) 

5 

[0 0 1 53 4^L/tN-ffi»-D-75/K-N- 

(S) -a-7;p*;i^>^;u75F#sfiMttfc»* 

K £©», (S) -a 

-7^*;^>^;P75 Hti*»$nT^s^5tt^ 

<> J: K £©&. *fcB»L&*»* 

- (S) - o - 7*+M>^75 HOittlS*g 

drh>S. 7t MtKxXTMMS, 'OXTJl^fc F« 
> v>fc«£tt. lAffn? 5/* n^\* ->;V7 3 > 

[ooi6] ±iH©ig^T#^tifc*Stt*iWk^- h ij a? 

T^#bTVifcD-73/K-N- (S) -a-7»* 

jK^^yswmt*©-?, cti&* tissue 

V^ffi^tt-PttW LSKS***- * £ iTD - 7 3 / gg 

-N- (s) -a-7;v*Ji^>5W75F*wr* 
[0 0 17] cn^-a©«^tc<fcr)Mf£;j8trtic(i^a 

tttt«fBlCllfl5rfl»D-757»-N- (S) -a-7)V 

*;i^>vmu7s Ft^BiTsJita^tre&s. 

[0 0 18] 

WT*. W. HPLC©^*frtt«T©a0-C$.5. 

Inerts i 1 ODS-2 60X150 
mm, JgfKfi£:0. 1M KH2PO4 (pH=3. 0) 
/MeCN=8 0/2 0 (V/V) , ffiM : lml/m 40 

In, IS: ^fi, tfctti : 2 1 0 nm. 

[0 0 19] 

mmWl] D-a-73/iKKl. 03g (10mm 
ol) , v->£n'V*i^73>2. Og (11. 0 5 
mmo 1) , 7-feh#&X3 1 ;H. 5 1 g (11. 6m 
mol) £**V-;H 5mncUDA3«fWlinfiajgL' 
*BE«IW*J:fC. N-£«-D-a-73/ 
S&StCS^DA^jKrS 8**4. 7 

2g. £tl£S*&X3VV4 OmlClDjL. 3 
?;H&;WJ>0. 5 1 g (5mmo 1) £iD;LT. - 50 



&R!¥8-1 340 34 

6 

2 O'CICftaiLifc. zmtC, i'DP^y^H. 
26ml (9. 8mmo 1) £^tr#&X3MM8ifc 7 . 
3m 1 ££j&8cfi£&- 2 0t;OTfc«tj&#68siDU 
&. ■?•©&, 2 0m - 1 5"C~- 2 OTSKfiiofc 

>;-«©£«**: (S) -a-^?;^>vJU 
75>1. 18g (9. 8 mmo 1 ) &iStS9?WtX?-)l> 

8i£i om 1 sgsimufc. gstciiufca, flrtaufc-^ 
^i/n/\+->;p73>«K«i^a*ajafc«ki9^ m 

ET*aSbSSfc^^y-;i,2 0ml *jo*T**U 
1N-HC1 2 0ml £JnAT£irC3l$ISI£#L.& 
#Jgt**£#fc. i©*l$2N-NaOHTp 

hi 11:111/, »Ki^i?amufc. 

ilfJHSHPLCTMl/&ti5, D-a-75 

(S) -a-^fM>^75F)}tl. 
9 8g(9. Ommol) 6 
%. X, *©ffi©«jfS£LTte, (S) -a A 
>v?;i/75 >#i£'>fi^*n5©*T&o#:. 
[0 0 2 0] 

mmm2) 7"tbmmx : r)MDKt>t)\z7±hmm* 

3 5 g (11. 6 mmo 1) £, D-a-75 
/iS&WftfcOtCD-n'J >1. 17g (lOmmo 
1) Sr. (S) -a->5 1 ;i'^>y;i'75>©ftt>0fc 
(S) -a-X5 l ;^>S?^73>l. 3 2g (9. 8 
mmol) Sffl^SK^ttmSCTl tHitl/tiC 
3. D-A'1J >-N- (S) -a-X^;VA>^73 
F*U. 8 4g (7. 8 5mmo 1) 4^bTWc. IR 
m80. 1%. 
[0 0 2 1] 

mmm3) 7-thmm^)Ko^t>o\z7t^)V7-t 
h>i. i6g (11. 6 mmo 1) zm^zwmm 
nm2tmmzhittz.z. d-au>-n- (s> - 

a-X.9-JU*>i?JUTS. F*U. 3 9g (5. 9 3mm 
ol) t«LW&. W6 0. 5%. 
[0 0 2 2] 

i&mm4] 7±bWFm^)i(ont>r)\z^>^M)V7 

•feF>l. 88g (11. 6mmol) SlUSBWtt 
*JS«2iH«CUfctC5. D-A'U>-N- (S) 
-a-IfJK>i?JP75Wl. 5 3g (6. 5 3m 
mol) ifiJLWfc. K$6 6. 6%. 
[0 0 2 3] 

[&&S095] D-o-72/BK©^t)t)fCD-77X 
>0. 8 9g£ffll>*.&Wi. ||JI0lJli|^«Ctfct 
£3, D-77->-N- (S) - a-^)VKyj)V 
73F*U. 2 8g(6. 6 7mmol) 4)JITH 
fc. W6 8. \%. 

[0 0 2 4] 

[HJS096] D-A*'J>0. 84 2g (7. 1 9mmo 
1) . MJX?\)U73>lm 1 (7. 18mmol) , 
7^:Ymm.^)VQ. 79ml (7. 3raraol) ^ 

*/-;n omi ican*, %M.-?iwmhit. '>*© 
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7 

UvfWm\ZY^)^)W^y\xn 1 (7. 18mm 

0 1) , ^nn^^>l 8ml*JDA-l 6^(^81 
Lfc. :ni:, ^DD^gX^O. 6 7ml (7. 0 
4mmol) %-£tSzS>;uuX?>mWi8ml ££j£j0E 
©■«*-l 5"C~-2 Otfc&^OOSxiDLfc. 20 
#Hfl«ttHC#o&&, (S) -a-X.9-JK>9fr 
75>0. 8 7g (6. 44mmol) Z^tSppUU 
*9>®m7ml*Rfcm9t*-l 51D 2 OtDlCffi 

it&2 5ml £iD*ll$fy!£#Ufc«. #J1U *jf£ 
HPLCT^*fLfct^5» D-A'U>-N- (S) - 
a-JL^)V^>P)V7S. H*t0. 7 0g (2. 9 9mm 
ol) tULTKfc. W4 6. 4%. 
[00 25] 

[SgJS^I 7 ] *Kft*'J^A0. 2 8g (5. Ommo 
1) S^^/-1H Omll;g»I>fcfl:D-A , U> 
0. 5 8 5 gJnx, &^-t?7-fe?;l/rfeh>0. 51m 

1 (5. Ommo 1) JP*.gfiT 1 l!feifc#l,fc. 
feftttSWHtBU N-#«-D-/\*'J>©#U#A 
Jfifil. 1 9 g (5. Ommo 1) itl^, 
X^;i/2 0m 1 iCffiSSJSi^ 3 StCN-^JI^E^U 
>0. 2 5g (2. 5mmol) - 1 5 
SlL&o rntc. ^nn^Kx^PO. 4 8ml (5. 
0 mm o 1 ) *^trSKx^;PS§ffi 6 . 5ml SrSlSffi 

©fig*- 1 2t:~- 1 3t:icffi^o^jnLfe. 

- 1 0"C 1 5t:T72 0^jf#Lm (S) - 

a-JfM>^73>0. 6 1g (4. 5mmo 

i) &^tm^x^ui§&5mi gfiiciiu 



(5) !&R?¥8-1 34 0 3 4 

U SSKlN-ifiKl lml ZMZimmfoWLTc 
HPLC^«fUfciC5. D-A*U>-N- (S) 
-a-X9 1 J^>^;P73 F#0. 4 5g (1. 9 3m 
mo 1) ±&VTUrc. IRS&4 2. 8%. 
[0 0 2 6] 

[*JS0t|8] p-^DD^XT^rtHO. 3 2 6g 
(2. 3 2mmo 1) , D-/N*U>0. 2 7 1 g (2. 
3 2mmo 1) , ^^D^->;P75>0. 42g 
(2. 3 2mmol) &*?/-)l3 0m 1 t'itlAgfi 
10. T3Bffl«#Lfc. #Stt&8fc£MJETiiSgl£B1-$ 

->;l-7 5 >m. 0 . 8 9 g r ©Hfr^B^KX^ 

HmllCfiU 2t>\ZN-*?fr*:)VftV>0. 2 
ml (1. 8 2mmol) £2)1]*. T, -2 0'CfC^SIL 
&. Cttfc, ^PU^t-fV^O. 2 6ml (2. 
OOmmol) 2r^tJ»Kx^^6. 5m IS. S 

j£&©fi«£- i 5"C — 2 st^fi^oogsimLfc. 
3 0»W^fi««5H(Cffiofc^ (S) -a-X3Ml^ 
>^75>0. 2 7 lg (2. OOmmol) £#tr 
^ SKX^;V^«6ml S^JJObfe. ^fi{CMUfc«> « 

$SlClN-ttKS5ml JnA^fiT3 0#fW«#Lfc 
^CHPLCtMLfct^5, D-AU>-N- 
(S) -a-IfM>^7 5H*'0. 2 4 5 g 
(1. 0 5mmo 1) ^fgUT^fc. 1R*5 2. 1%. 
[002 7] 

(S) -«-7MM>y*75 HSKig-rsCt** 
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(54) Process for producing a diary! carbonate 

(57) A diaryl carbonate with a high degree of purity 
is produced at a high yield by (A) subjecting (a) a diaryl 
oxalate and a phenol compound or (b) an alkylaryl 
oxalate to transesterification reaction in one or two 
stages in the presence of a catalyst to prepare a diaryl 
oxalate, while removing a by-product from the reaction 
system: (B) collecting the diaryl oxalate from the result- 
ant reaction product mixture of the step (A); (C) subject- 
ing the diaryl oxalate to a decarbonylation reaction, 
preferably in the presence of a phosphorous compound- 
containing catalyst, to convert the diaryl oxalate to a 
corresponding diaryl carbonate, while removing a reac- 
tion by-product comprising cartoon monoxide from the 
reaction system; and (D) collecting the diaryl carbonate 
from the reaction product mixture of the step (C). 
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Description 



BACKGROUND OF THE INVENTION 



5 1. Field of the Invention 
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[0001] The present invention relates to a process for producing a diaryl carbonate. More particularly, the present 
invention relates to a process for producing a diaryl carbonate from (a) a dialkyl oxalate and a phenol compound and/or 
(b) an alkyiaryl oxalate through a diaryl oxalate, with a high degree of purity and at a high yield. 
[0002] The diaryl carbonate, for example, diphenyl carbonate, produced by the process of the present invention is 
an important material for producing polycarbonate resins. 

2. Description of the Related Art 

[0003] It is known that a diaryl carbonate, for example, diphenyl carbonate (DPC) can be produced by various con- 
ventional processes, for example, a non-halogen method in which a dialkyl carbonate is reacted with a phenol com- 
pound, or a phosgene method in which phosgene is reacted wfth a phenol compound, etc. These conventional 
processes are not satisfactory for industries due to the following reasons. 

[0004] Namely, in the phosgene method for the diaryl carbonate, phosgene is a strong poisonous substance and 
thus must be very carefully handled, and the reaction of phosgene with the phenol compound needs a large amount of 
an alkali. Also, this reaction causes the resultant reaction product mixture to contain, in addition to the target diaryl car- 
bonate, a certain amount of halogen-containing compounds, and the removal of the halogen^ontaining compounds 

«Sl? e reaCti0n Pf0dUCt miXture is Signif icantty diff lcult described in Japanese Examined Patent Publication No. 58- 
50977. 

2* [0005] Also, the non-halogen methods for producing the diaryl carbonate include a method as disclosed in Japa- 
nese Unexamined Patent Publication No. 3-291 ,257 and No. 4-21 1 ,038. in which the diaryl carbonate is produced by a 
transestenfication reaction of a dialkyl carbonate with a phenol compound; and a method as disclosed in Japanese 
Unexamined Patent Publication No. 4-9,358. in which an alkyiaryl carbonate is subjected to a disproportionation reac- 
tion. 

W006] The method of producing the diaryl carbonate by a transestenfication reaction of the dialkyl carbonate with 
tnephenol compound is disadvantageous in that the rate of the transestenfication reaction, especially from the dialkyl 
carbonate into a corresponding alkyiaryl carbonate Is low. Accordingly, to eliminate this disadvantage, various special 
catalyst or complicated production processes or apparatuses have been provided as disclosed in Japanese Unexam- 
ined Patent Publication No. 4-235,951 and No. 4-224,547. 

[0007] Also, the method of producing the cfiaryl carbonate by a disproportionation reaction of a corresponding alky- 
iaryl carbonate is disadvantageous in that since the alkyiaryl carbonate is an intermediate product of the transesterrfi- 
cation reaction from the dialkyl carbonate into a corresponding diaryl carbonate, and the resultant reaction product 
mixture contains, in addition to the alkyiaryl carbonate, various compounds and non-reacted starting compounds, the 
target alkyiaryl carbonate is significantly difficult to isolate from the reaction product mixture and to produce or obtain in 
anindustrial scale. Therefore, the disproportionation method is quite unsatisfactory for industrial utilization. 
[0008] Separately, for the production of a diaryl oxalate, various methods are known. For example, Japanese 
Examined Patent Publication No. 52-43,826 discloses a diaryl oxalate-production method by a direct esterif ication reac- 
tion of oxalic acid with a phenol compound in an organic solvent in the presence of an esterif ication catalyst at an ele- 
vated temperature of 100 to 130°C. and Japanese Examined patent Publication No. 56-8,019 and Japanese 
Unexamined patent Publication No. 49-42,621 disclose a diaryl oxalate ester-production method by a transesterrfication 
reaction of a dialkyl oxalate with a diaryl carbonate. Also, Japanese Examined Patent Publication No. 5*2,541 and No. 
57-47,658 disclose a method of producing a diaryl oxalate by a transesterif ication reaction of dialkyl oxalate with an aryl 
ester of a lower fatty acid. 7 
[0009] The diaryl oxalate-production method by the direct esterif ication reaction of oxalic acid with a phenol com- 
pound is disadvantageous in that the reaction rate is very low and thus a very long time is needed to complete the reac- 
tion, and thus this method is unsatisfactory from the point of view of the industry. Also, the diaryl oxalate-production 
method by a reaction of a dialkyl oxalate with a diaryl carbonate or an aryl ester of a lower fatty acid is disadvantageous 
in that the resultant reaction product mixture contains, in addition to the target diaryl oxalate, various by-products, and 
thus complicated or intricate refining steps are necessary to isolate the diaryl oxalate. Also, as mentioned above the 
diaryl carbonate is not produced on an industrial scale and thus is difficult to obtain commercially. Therefore this method 
is not satisfactory for industry. 

[0010] Further separately, with respect to a decarbonylation reaction of diphenyl oxalate, "Organic Synthetic Chem- 
istry, Vol. 5, Report 4, 1948, Thermodecomposition of diphenyl esters of dicarboxylic acid (Second Report)", reported 
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that diphenyl carbonate could be obtained by a thermal decomposition of diphenyl oxalate at a high temperature. How- 
ever, this method is unsatisfactory in that the yield of diphenyl carbonate is low, because phenol and carbon dioxide are 
produced as by-products. 

[001 1] Also, U.S. Patent No. 4,544,507 for R Foley discloses a method of producing a carbonate diester by heating 
an oxalate diester in a solvent in the presence of an alkali metal alcoholate at a temperature of 50 to 150°C. This U.S. 
patent, however, states only that when diphenyl oxalate was subjected, as an oxalate diester, to the above-mentioned 
catalytic method, the resultant product comprised, as a principal component, the diphenyl oxalate which was the start- 

p" 9 ^" 1 ^"^* MS °' US ' Patent ls qulte silent 38 to ** P roduction of d'Pneyi carbonate from the diphenyl oxalate. 
Further, the U.S. patent does not concretely disclose a method of producing diphenyl oxalate. Namely, the US. patent 
includes no suggestion of the production of a diaryl oxalate from a combination of a dialkyl oxalate with a phenol com- 
pound or alkylaryl oxalate by a transesterif ication reaction. 

SUMMARY OF THE INVENTION 

[001 2] An object of the present invention is to provide a process for producing a diaryl carbonate with a high degree 
of purity at a high yield. 

[001 3] Another object of the present invention is to provide a process for producing a diaryl carbonate with simple 
and easy procedures without using poisonous or harmful materials and complicated or intricate procedures. 
[0014] Still another object of the present invention is to provide a process for producing a diaryl carbonate from a 
starting material comprising (a) a combination of a dialkyl oxalate with a phenol compound and/or (b) a alkylaryl oxalate 
with a high efficiency. 

[0015] The above-mentioned objects can be attained by the process of the present invention for producing a diaryl 
carbonate, which comprises the steps of: 

(A) subjecting a starting material comprising at least one member selected from the group consisting of 

(a) combinations of a dialkyl oxalate with a phenol compound, and 

(b) alkylaryl oxalates 

to a transesterification reaction in the presence of a transesterification catalyst to prepare a diaryl oxalate, 
while removing a reaction by-product from the reaction system of the step (A); 

(B) collecting the diaryl oxalate from the resultant reaction product mixture of the step (A); 

(C) subjecting the collected diaryl oxalate to a decarbonylation reaction to convert the diaryl oxalate to a corre- 
sponding diaryl carbonate and carbon monoxide, while removing the carbon monoxide from the reaction system of 
the step (C); and 

(D) collecting the diaryl carbonate from the resultant reaction product mixture of the step (C). 

[0016] In an embodiment of the process of the present invention, the step (A) is carried out in two stages consisting 
of (A-a) a first stage in which the dialkyl oxalate and the phenol compound are subjected to a first transesterification 
reaction in the presence of a transesterification catalyst, while removing a resultant reaction by-product conprising a 
corresponding alkyl alcohol from the reaction system of the stage (A-a); and (A-b) a second stage in which the resultant 
reaction product mixture of the stage (A-a) containing the transesterification catalyst is subjected to a second transes- 
terification reaction to provide a corresponding diaryl oxalate, while removing a resultant reaction by-product compris- 
ing a corresponding dialkyl oxalate. 

BRIEF DESCRIPTION OF THE DRAWINGS 
[0017] 

Figure 1 is a flow sheet showing an embodiment of the process of the present invention, 

Fig. 2 is a flow sheet showing another embodiment of the process of the present invention, 

Fig. 3 is a flow sheet showing still another embodiment of the process of the present invention, 

Fig. 4 is an explanatory cross-sectional view of an embodiment of the reaction apparatus for carrying out the step 

(A) of the process of the present invention, 

Fig. 5 is an explanatory cross-sectional view of another embodiment of the reaction apparatus for carrying out the 
step (A) of the process of the present invention, 

Fig. 6 is an explanatory cross-sectional view of an embodiment of the apparatus for carrying out the steps (A) and 

(B) of the process of the present invention, 
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Fig. 7 is an explanatory cross-sectional view of another embodiment of the apparatus for carrying out the steps (A) 
and (B) of the process of the present invention, and 

Fig. 8 is an explanatory cross-sectional view of still another embodiment of the apparatus for carrying out the steps 
(A) and (B) of the process of the present invention. 

DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[001 8] The inventors of the present invention have carefully searched for a process for producing a diaryl carbonate 
with a high degree of purity at a high yield, and as a result found that a dialkyl oxalate can be converted to a diaryl car- 
bonate through a preparation of a diaryl oxalate and a decartwnylation of the diaryl oxalate. The present invention was 
completed on the basis of the finding. 

[0019] In the process of the present invention, the step (A) comprises a transesterification reaction of (a) a combi- 
nation of a dialkyl oxalate with a phenol compound in the presence of a transesterification reaction to provide a corre- 
sponding diaryl oxalate and a simultaneous removal of a reaction by-product from the reaction system of the step (A); 
the step (B) comprises a collection of the diaryl oxalate from the resultant reaction product mixture of the step (A); the 
step (C) comprises a decarbonylation reaction of the collected diaryl oxalate to convert it to a corresponding diaryl car- 
bonate and carbon monoxide, and a simultaneous removal of the carbon monoxide from the reaction system of the step 
(C); and the step (D) comprises a collection of the diary! carbonate from the resultant reaction product mixture of the 
step (C). 

[0020] In the process of the present invention, the step (A) can be carried out in two stages. Namely, in a first stage 
(A-a), a combination of a dialkyl oxalate and a phenol compound is subjected to a first transesterification reaction in the 
presence of a transesterification catalyst, while removing a resultant by-product comprising a corresponding alkyl phe- 
nol from the reaction system of the stage (A-a); and then in a second stage (A-b), the resultant reaction product mixture 
of the stage (A-a) containing the transesterification catalyst is subjected to a second transesterification reaction to pro- 
vide a corresponding diaryl oxalate, while removing a resultant reaction by-product comprising a corresponding dialkyl 
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[0021 ] The process of the present invention includes the following reactions. 

30 Reaction (I): 

0 0 0 0 

1 I II 

ROC-COR +ArOH - ROC-COAr + ROH (I) 
(a) (b) fc (cl) (d) 

Reaction (II) : 



0 0 0 0 

1 I M 

ROC-COAr +ArOH - ArOC-COAr + ROH (II) 
(b) ~ (c-2) (d) 



Reaction (III): 





0 0 


0 0 


0 




g s 


1 1 


1 


50 


2 ROC-COAr 


- ArOC-COAr 


+ ROC- 




(c-1) 


(c-2) 


(a) 



(III) 



55 



4 



EP 1013 633 A1 



Reaction (IV): 

0 0 0 

II I 

Ar0-C-C-0Ar - ArO-C-OAr + CO I (IV) 
(c-2) («) (£) 



[0022] In the above-mentioned reaction formulae, R represents an alkyl group and Ar represents an aryl group. 
[0023] When a dialkyl oxalate (a) and a phenol compound (b) are subjected to a reaction (I), namely a first trans- 
esterification reaction, a corresponding alkyl aryl oxalate (c-1) and a by-product consisting of a corresponding alkyl 
alcohol (d) are produced, and in Reaction (II), the alkylaryl oxalate (c-1) reacts with the phenol compound (b) reacts with 
|d^ Phen01 compound ^ t0 1* 0600 * a diarvl oxalate (c-2) and a by-product consisting of a corresponding alkyl alcohol 

[0024] In Reaction (III), namely a second transesterification reaction, an alkylaryl oxalate (c-1) supplied as a start- 
ing material to the step (A), or produced by the reaction (I) in the first stage (A*) of the step (A) is subjected to a trans- 
esterification reaction and converted to a corresponding diaryl oxalate (c-2) and a by-product consisting of dialkyl 
oxalate (a). 

[0025] In this reaction, the second transesterification reaction is also referred to as a disproportionation reaction. 
Namely, the term "transesterification reaction" used in the process of the present invention includes a disproportionation 
reaction of an alkylaryl oxalate into corresponding diaryl oxalate and dialkyl oxalate. 

[0026] In reaction (IV), the diaryl oxalate (c-2) is decarbonylated into a corresponding diaryl carbonate (e) and a by- 
product consisting of carbon monoxide (f). i 
[0027] In reactions (I) and (II), the productions of the alkylaryl oxalate (c-1) and the diaryl oxalate (c-2) are promoted 
by removing the by-product consisting of the alkyl alcohol (d). Also, in Reaction (III), the removal of the by-product con- 
sisting of the dialkyl oxalate (a) promotes the production of the diaryl oxalate. 

[0028] As mentioned above, when a dialkyl oxalate and a phenol compound are subjected to the step (A) in a single 
stage, reactions (I) (II) and (III) concurrently occur. When the step (A) is carried out in two stages (A-a) and (A-b), in the 
first stage (A-a), mainly the transesterification reaction (I) of a dialkyl oxalate with a phenol compound occurs to prepare 
a corresponding alkylaryl oxalate and an alkyl alcohol, and concurrently reactions (II) and (III) occur to a small extent to 
produce a corresponding diaryl oxalate, dialkyl oxalate and alkyl alcohol. Also, in the second stage (A-b), the transes- 
terification (disproportionation) reaction(lll) of the alkylaryl oxalate occurs as a main reaction. Also, the second stage 
(A-b) optionally includes, to a small extent, reactions (I) and (II). Therefore, the main product of the stage (A-b) is diaryl 
oxalate and the main by-product is dialkyl oxalate. 

[0029] When the starting material of the step (A) is an alkylaryl oxalate, the transesterification (disproportionation) 
reaction (III) occurs to produce diaryl oxalate and dialkyl oxalate. In industry, the alkylaryl oxalate is preferably supplied 
by reaction (I). Therefore, in the step (A) of the process of the present invention, the reactions of the stage (A*) and 
the stage (A-b) may be carried out concurrently or in the order of reaction (I) and then reactions (II) and (III). Preferably, 
the step (A) of the process of the present invention includes the stage (A-a) in which the dialkyl oxalate is converted to 
the corresponding alkylaryl oxalate by reaction (0, and the stage (A-b) in which the alkylaryl oxalate is converted to the 
corresponding diaryl oxalate by reaction (III). 

[0030] In the step (A) of the process of the present invention, by-products, namely the alkyl alcohol and dialkyl 
oxalate can be substantially completely removed from the reaction system, and substantially no by-products other than 
alkyl alcohol and dialkyl oxalate are generated. Therefore, the reaction product mixture from the step (A) contains very 
small amounts of by-products, and thus in the step (B) the diaryl oxalate with a very high degree of purity can be col- 
lected at a very high yield from the reaction product mixture of the step (A) by a certain collecting procedure, for exam- 
ple, a distillation procedure. 

[0031] When diphenyl oxalate is produced in the step A by the transesterification reaction of dialkyl oxalate with 
phenol, and the resultant reaction product mixture of the step (A) contains an excessive amount of non-reacted phenol 
in addition to the target diphenyl oxalate, the diphenyl oxalate reacts with phenol so as to form a crystalline adduct of 
diphenyl oxalate with phenol in a molar ratio of 1 :2. Therefore, diphenyl oxalate can be collected in the form of a crys- 
talline adduct with phenol by cooling the reaction product mixture of the step (A) so as to allow the adduct to crystallize. 
The crystalline adduct of diphenyl oxalate with phenol has a melting temperature of 1 01 to 103°C and can be returned 
to diphenyl oxalate by heating the adduct at a temperature equal to or higher than the melting temperature of the adduct 
so as to release phenol. Therefore, diphenyl oxalate can be recovered from the diphenyl oxalate-phenol adduct by dis- 
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filiating the adduct at the melting temperature of the adduct or more so as to remove the released phenol. 
[0032] In the step (C) of the process of the present invention, the target diary! carbonate is produced at a high 
selectivity by the decarbonylation reaction (IV) of diaryl oxalate. In the step (C), carbon monoxide is produced as a by- 
product and other by-products are produced in a very small amounts. Therefore, in the step (D), the target diaryl car- 
bonate with a high degree of purity can be collected at a high yield. 

[0033] Figures 1 , 2 and 3 indicate flow sheets of various embodiments of the process of the present invention, and 

5 indlCatG Ceftain embodjments 01 the apparatus for the step (A) of the process of the present invention. 
[0034] In Pig. 1, a dialkyl oxalate, a phenol compound and a transesterification catalyst are supplied respectively 
through conduits 1 , 2 and 3 into a transesterification reactor A for the step (A); the dialkyl oxalate is reacted with the 
phenol compound in the presence of the transesterif ication catalyst in the reactor A by the above-mentioned reactions 
(I), (II) and (III) while withdrawing a gas phase by-product comprising an alkyl alcohol from the reactor A through a con- 
duct 4 connected to a top portion of the reactor A; and then a liquid phase reaction product mixture comprising the target 
diaryl oxalate and the esterification catalyst is withdrawn from the rector A through a conduit 5 connected to a bottom 
portion of the reactor A. 

[0035] When the starting material consists of an alkyfaryl oxalate, the alkyfaryfl oxalate and a transesterification 
(disproportionation) catalyst are supplied respectively through the conduits 1 and 3 into the reactor A; the alkylaryl 
oxalate is converted to a corresponding diaryl oxalate in the reactor A, while a resultant gas phase by-product compris- 
ing a corresponding dialkyl oxalate from the reactor A is withdrawn through the conduit 4; and then the liquid phase 
reaction product mixture containing the diaryl oxalate and the catalyst is withdrawn from the reactor A through the con- 
20 duitS. * 

[0036] "me reaction product mixture of the step (A) is fed into a separator B for the step (B) through the conduit 5, 
and in the separator B, the impurities, for example, by-products, the non-reacted starting material and the catalyst are 
removed from the reaction product mixture in the separator B by means of, for example, a distillation or crystallization, 
and withdrawn from the separator B through a conduit 6 connected to a bottom portion of the separator B; and a remain- 
25 ing gas phase fraction comprising diaryl oxalate is, after optional refining, withdrawn from the separator B through a 
conduit 7 connected to the top portion of the separator B. 

[0037] The diaryl oxalate containing fraction is fed into a decarbonylation reactor C through the conduit 7, optionally 
after being mixed with a decarbonylation catalyst supplied through a conduit 8, and subjected to a decarbonylation 
reaction in the reactor C, while withdrawing a gas phase by-product fraction comprising carbon monoxide from the reac- 
tor C through a conduit 9 connected to a top portion of the reactor C. Also, a resultant liquid phase fraction comprising 
diaorf carbonate is withdrawn from the rector C through a conduit 10 connected to the bottom portion of the reactor C. 
[0038] The withdrawn liquid phase fraction of the step (C) is fed into a refining apparatus D, for exarrple, a distiller, 
for the step (D) through the conduit 10, and the target diaryl oxalate is collected from the fraction in the refining appa- 
ratus D and delivered as a gas fraction from the refining apparatus D through a conduit 1 1 connected to the top portion 
of the refining apparatus D. A remaining liquid fraction containing the decarbonylation catalyst is withdrawn from the 
refm.ng apparatus D through a conduit 12 connected to a bottom portion of the apparatus D. Optionally, all or a portion 
of the withdrawn liquid fraction of the step (D) is recycled into the decarbonylation reactor C through conduits 1 3, 8 and 
7, and reused in the step (C). 

[0039] In the embodiment of the process of the present invention is indicated in Fig. 2, the step (A) is carried out in 
40 two stages (A-a) and (A-b). 

[0040] In Fig. 2, a dialkyl oxalate, a phenol compound and a transesterification catalyst are fed respectively through 
conduits 1 , 2 and 3 into a first transesterification reactor A1 , and the transesterification reaction (I) of dialkyl oxalate with 
the phenol compound in the presence of the transesterification catalyst is mainly carried out in the reactor A1 , to pro- 
duce a corresponding alkylaryl oxalate and a by-product comprising an alkyl alcohol. Also, in the reactor A1 for the first 
stage (A-a), the transesterification reaction (II) of the alkylaryl oxalate with the phenol compound and the transesterifi- 
cation (disproportionation) reaction of alkylaryl oxalate occur to a small extent to produce, as a principal product, a dia- 
ryl oxalate and as by-products, an alkyl alcohol and a dialkyl oxalate. 

[0041] In the stage (A-a). the resultant gas phase fraction comprising the by-products is withdrawn from the first 
reactor A1 through a conduit 1 4 connected to a top portion of the first reactor A1 , and the resultant liquid phase fraction 
comprising the alkylaryl oxalate, the transesterification catalyst and non-reacted starting material is withdrawn from the 
first reactor A1 through a conduit 15 connected to a bottom portion of the first reactor A1 . 

[0042] Then, the withdrawn liquid phase fraction from the first rector A1 is fed into a second transesterification (dis- 
proportionation) reactor A2 for the second stage (A-b), and is subjected to a second transesterification (disproportion- 
ation) reaction in the presence of the transesterification catalyst, to produce the diaryl oxalate and a by-product 
comprising the dialkyl oxalate and optionally the alkyl alcohol. The resultant gas phase fraction containing the by-prod- 
urt comprising dialkyl oxalate and optionally alkyl alcohol and non-reacted alkylaryl oxalate and phenol compound is 
withdrawn from the second reactor A2 through a conduit 16 connected to a top portion of the second reactor A2, and 
recycled into the first reactor A1 and reused for the first transesterification reaction in the first stage (A-a). Also, the 
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resultant liquid phase fraction comprising the diary! oxalate ester is withdrawn from the second rector A2 through a con- 
duit 1 7 connected to the bottom portion of the second reactor A2, and fed into the separator B. Then, the same proce- 
dures as those in Fig. 1 are carried out in the separator B, the decarbonylation reactor C and the refining apparatus D. 
[0043] In the embodiment of the process of the present invention indicated in Fig. 3, the step (A) is carried out in 
the same two stage procedures as in Fig. 2, the step (B) for collecting the diaryfl oxalate is carried out in two stages (B- 
a) and (B-b), and the steps (C) and (D) are carried out by the same procedures as in Figs. 1 and 2. 
[0044] In Fig. 3, the liquid phase reaction product mixture withdrawn from the bottom portion of the second reactor 
A2 through the conduit 1 7 is fed into a first separator B1 wherein the diaryl oxalate is collected from the reaction product 
mixture. The resultant gas phase fraction is withdrawn from the first separator B1 through a conduit 1 8 connected to the 
top portion of the second separator B1 and recycled into the second reactor A2. Also, the resultant liquid phase fraction 
containing the diaryl oxalate is withdrawn from the first reactor B1 through a conduit 1 9 connected to the bottom portion 
of the first separator B1 and then fed into a second separator (refiner) B2. 

[0045] The first separator B1 can be selected from various types of separators. For example, the first separator B1 
is a crystallization separator in which the liquid phase reaction product mixture delivered from the step (A) is cooled to 
precipitate a resultant crystalline adduct of a diaryl oxalate, for example, diphenyl oxalate, and a phenol compound, for 
example, phenol, the precipitated crystalline adduct is separated and collected from the reaction product mixture, the 
collected crystalline adduct is heated to release phenol from the adduct, and the released phenol is evaporated away 
to leave the separated diaryl oxalate. 

[0046] Alternatively, the separator B1 is a distillation separator wherein the liquid phase reaction product mixture is 
treated by a combination of an evaporator and a distiller or by a plurality of distillers to successively separate light ends 
(low boiling temperature substances) from heavy ends (high boiling temperature substances), and to collect a refined 
diaryl oxalate fraction. 

[0047] The second separator (refiner) B2 is preferably a multi-step distiller in which the refined liquid phase fraction 
delivered from the first separator B1 is further refined by distillation. 

[0048] The resultant gas phase fraction containing the refined diaryl oxalate is withdrawn from the second separa- 
tor B2 through a conduit 20 connected to the top portion of the second separator B2 and transported into the decarbo- 
nylation step (C) and then into the collection step (D) in the same manner as in Figs. 1 and 2. 
[0049] The resultant liquid phase fraction containing the transesterification catalyst is withdrawn from the second 
separator B2 through the conduit 6 connected to the bottom portion of the second separator B2. 
[0050] In the step (A) of the process of the present invention, a dialkyl oxalate and a phenol compound is subjected 
to a transesterification reaction in the presence of a transesterification catalyst while discharging a by-product contain- 
ing a corresponding alky) alcohol from the reaction system to outside thereof. In this transesterification reaction, the 
molar ratio of the dialkyl oxalate with the phenol compound is variable in response to the type and amount of the trans- 
esterification catalyst and the reaction conditions. Usually, the phenol compound is used preferably in a molar amount 
of 0.01 to 1000 times, more preferably 0.1 to 100 times, still more preferably 0.5 to 20 times, the molar amount of the 
dialkyl oxalate fed, as a starting material, to the step (A). 

[0051] The amount of the transesterification catalyst to be fed into the step (A) of the process of the present inven- 
tion is variable depending on the type of the catalyst, the type and scale of the reactor (for exarrple, a multistep type 
distiller), the type and composition of the starting material and the transesterification reaction conditions. Usually, the 
transesterification catalyst is errployed preferably in an amount of 0.0001 to 50% by weight, more preferably 0.001 to 
30% by weight, still more preferably 0.005 to 1 0% by weight, based on the total weight of the starting material(for exam- 
ple, a combination of a dialkyl oxalate with a phenol compound). 

[0052] In the step (A), the transesterification reaction is carried out preferably at a temperature at which the starting 
material and the resultant reaction products are in the state of a liquid (melt), and the reaction products such as an alky- 
laryl oxalate and diaryl oxalate are not thermally decomposed. Usually, the transesterification reaction in the step (A) is 
cam ed out at a temperature of preferably 50 to 350°C, more preferably 1 00 to 300°C, still more preferably 1 20 to 280°C. 
[0053] The first transesterification reaction in the first stage (A-a) of the step (A) can be carried out under a reduced 
pressure, the ambient atmospheric pressure or an increased pressure. Preferably, the reaction pressure is adjusted to 
a level under which the resultant by-product containing an alky! alcohol can be evaporated. 
[0054] For example, when the reaction temperature is in the range of from 50 to 350°C, the reaction pressure in the 
first stage (A-a) of the step (A) is preferably in the range of from 0.001 mmHg (133.32 mPa) to 200 kg/cm 2 (19.6133 
MPa), more preferably 0.01 mmHg (1333.2 mPa) to 100 kg/cm 2 (9.8067 MPa), still more preferably 0.1 mmHg (13332 
mPa) to 50 kg/cm 2 (4.9034 MPa). The reaction time can be adjusted in response to the reaction temperature and pres- 
sure. Usually, the total reaction time of the first stage (A-a) of the step (A) is preferably 0.001 to 50 hours, more prefer- 
ably 0.01 to 10 hours, still more preferably 0.02 to 5 hours. 

[0055] In the first stage (A-a) of the step (A), the first transesterification reaction is carried out at a temperature of 
preferably 50 to 350°C, more preferably 1 00 to 300°C, still more preferably 1 20 to 280°C under a pressure of preferably 
0.001 mmHg to 200 kg/cm 2 , more preferably 0.01 mmHg to 100 kg/cm 2 , still more preferably 0.1 mmHg to 50 kg/cm 2 
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for a reaction time of, preferably 0.001 to 50 hours, more preferably 0.01 to 10 hours, still more preferably 0.02 to 5 



u. ^ 0X8,8,6 08815,8 88 8 * ,rtinB com P° un d for the step (A) of the process of the present invention is 

preferably selected from those in which each alkyl group has 1 to 10 carbon atoms, more preferably 1 to 6 carbon 
atoms, stall more preferably 1 to 4 carbon atoms. The dialkyl oxalate preferably includes dimethyl oxalate, diethyl 
oxalate, drprophyl oxalate, dibutyl oxalate, dihexyl oxalate, dioctyl oxalate, and methylethyl oxalate 
[0057] The dialkyl oxalates in which each alkyl group has 1 to 4 carbon atoms are advantageously used for the 
process of the present invention, because the alkyl alcohol generated as a by-product of the transesterification reaction 
can be easily removed by evaporation. Thus, the dialkyl oxalate is advantageously selected from dimethyl oxalate, die- 

J tnyl oxalate, dipropyl oxalate and dibutyl oxalate. 

[0058] The phenol compound usable as a starting compound for the step (A) of the process of the present inven- 
tion, is preferably selected from phenol and substituted phenols with at least one substituent selected from the group 
consisting of alkyl groups having 1 to 6 carbon atoms, alkoxyl groups having 1 to 6 carbon atoms, a nitro group and hal- 
ogen atoms. A most preferable phenol compound is unsubstituted phenol. 

1 fJ 0 ^., u 1 * 18 substituted P henols include . tor example, alkyl phenols, for example, o-. m- and p-cresols, xylenols 
(dimethytohenols). ethylphenols. methylethylphenols. propylphenols. butylphenols, hexylphenols. dipropylphenols. tri- 
methylphenols and tetramethylphenols; alkoxylphenols. for example, o-, m-and p-hydroxyphenol. and ethoxyphenols; 
halophenols. for example, p-chlorophenol and 3.5^ibromophenol; and nitrophenols. for example, o-, m- and p-nitroph- 

[0060] When an alkylaryi oxalate is fed as a starting material into the step (A) of the process of the present inven- 
tion, or in the second stage (A-b) of the step (A) in which the liquid phase fraction delivered from the first stage (A-a) is 
subjected to a second transesterification (disproportionation) reaction, the alkylaryi oxalate is converted to the corre- 
sponding diaryl oxalate and dialkyl oxalate. The amount of the transesterification catalyst is variable in response to the 
type of the catalyst, the type and scale of the reaction apparatus and the reaction conditions. Usually, the transesterifi- 
cation catalyst is used preferably in an amount of 0.0001 to 50% by weight, more preferably 0.001 to 30% by weight 
s^more preferably 0.005 to 1 0% by weight, based on the amount in weight of the alkylaryi oxalate. 
[0061] The conditions for the transesterification (disproportionation) reaction of the alkylaryi oxalate are not limited 
to specific conditions. Preferably, the transesterification (disproportionation) reaction of the alkylaryi oxalate is carried 
out at a temperature of 50 to 350»C under a pressure of 0.001 mmHg to 200 kg/cm 2 for a reaction time of 0.001 to 100 
hours. 

H)! OX8Jate usable for 106 process 01 me P resent indention is preferably selected from those in 

Tk^L -L ^ flr0UP h8S 1 *° 10 Cart5on atoms 8nd tne ^ aroup is selected from an unsubstituted phenyl group and 
substrtutedphenyl groups having at least one substituent selected from alkyl groups with 1 to 6 carbon atoms, alkoxyl 
grounds with 1 to 6 carbon atoms, a nitro group and halogen atoms. 

[0063] The alkylaryi oxalate may be selected from alkylphenyl oxalates, for example, methyiphenyl oxalate, ethyl- 
phenyl oxalate propylphenyl oxalate, butylphenyl oxalate, hexytohenyl oxalate, pentylphenyt oxalate and octylphenyl 
oxalate; and alkyl (substituted phenyl) oxalates, for example. methyl(p-methylphenyl)oxalate. methyl(p-ethylphe- 
JS^I 'J ^P- meBl >* he ^«ala*e. ethyl(p-ethylphenyl)oxalate. methyl(p-methoxyphenyl)oxalate. methyl(p- 
ethoxyphenyl)oxalate. memyl(p-nitrophenyf)oxalate. and methyl(p-chlorophenyl)oxalate. Among the above-mentioned 
compounds, lower-alkylaryl oxalate having a lower alkyl group with 1 to 4 carbon atoms and an unsubstituted phenyl 
group are advantageously employed. This type of alkylaryi oxalates include methyiphenyl oxalate, ethylphenyl oxalate 
propylphenyl oxalate and butylphenyl oxalate. «- * ' K 1 m 

h 0 ^ 1 , 7 !' 8 resultant diaf y 0X81816 to™ the step (A) or the stage (A-b) of the step (A) is preferably selected from 
diphenyl oxalate. d.ftwriethylphenyl)oxalate. di(p-methoxyphenyl)oxalate. di(p-nHrophenyl)oxalate, and di(p-chlorophe- 
nyl)oxalate. Most preferably diaryl oxalate is cBphenyl oxalate. 

[0065] The transesterification catalyst usable for the step (A) or the stage (A-a) of the step (A) is not limited to a 
specific group of compounds, as long as the catalyst is contributory to accelerating the transesterification reaction of 
the dialkyl oxalate to prepare the alkylaryi oxalate and/or diaryl oxalate. 

[0066] Also, the transesterification catalyst usable for the stage (A-b) of the step (A) is not limited to a specific group 
° Z"*^ !' 8S ,0nfl 88 108 is contributor y t0 Pronioting the transesterification (disproportionation) reaction 

of the alkylaryi oxalate to convert it to the diaryl oxalate. When the step (A) is carried out in two stages (A-a) and (A-b) 
the transesterification catalyst for the stage (A-a) may be te same as or different from the transesterification (dispropor- 
tionation) catalyst for the stage (A-b). Preferably, from the point of view of industry, they are preferably the same as each 

[0067] The transesterification catalyst usable for the stage (A-a) and/or the stage (A-o) may be selected from the 
<x>nvertonal catalyst usable for the transesterfication reactions of dialkyl esters of dicarboxylic acids with phenol com- 
pounds. Also, the transesterification catalysts usable for the process of the present invention is preferably soluble in a 
reaction mixture of the dialkyl oxalate, the phenol compound, the alkylaryi oxalate and the diaryl oxalate. 
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[0068] In the step (A) of the present invention, the transesterification catalyst comprises at least one soluble com- 
pound selected from the group consisting of 

(1) Alkali metal compounds, cadmium compounds and zirconium compounds; 

(2) lead compounds 

(3) copper group metal compounds 

(4) iron compounds 

(5) zinc compounds 

(6) organic tin compounds, and 

(7) aluminum compounds, titanium compounds and vanadium compounds. 

[0069] The alkali metal compounds, cadmium compounds and zirconium compounds (1 ) include lithium carbonate, 
dibutylamino-lithium, lithium acetylacetonate. cadmium diacetylacetonate, zirconium diacelylacetonate and zir- 
conocene (bis(ircyclopentadienyl) zirconium (II)). 

[0070] The lead compounds (2) include lead sulfide, lead hydroxide, plumbites, plumbates, lead carbonate, lead 
hydrogen carbonate, lead salts of organic acids, alkyl and aryl lead compounds (for example, tetrabutyl lead, tetraphe- 
nyl lead, tripheny! lead bromide and triphenyl lead), alknxy! and aryloxy lead compounds (for example, dimethoxy lead, 
methoxylphenoxy lead and diphenoxy lead). 

[0071] The copper group metal compounds (b) include copper compounds, for example, copper salts of organic 
acids (for example, copper acetate, copper diacetylacetonate and copper oleate), alkyl coppers (for example, butyl cop- 
per) alkoxyl coppers (for example, dimethoxy copper), copper halides (for example, copper chloride); and silver com- 
pounds, for example, silver nitrate, silver bromide and copper picrate. 

[0072] The iron compounds (4) include iron hydroxide, iron carbonate, triacetoxy iron, trimethoxy iron, triethoxy iron 
and triphenoxy iron. 

[0073] The zinc compounds (5) include zinc diacetylacetonate, diacetaxy zinc, dimethoxy zinc, diethoxy zinc and 
diphenoxy zinc. 

[0074] The organic tin compounds (6) include tetraphenyftin (Ph 4 Sn); acetoxy complexes of tin, for example, 
Sn(OCOMe) 4 , Bu2Sn(OCOMe) 2 , MeaSnfOCOMe). EtgSnpCOMe), Bu 3 Sn(OCOMe) and Ph 3 Sn-(OCOMe); alkoxy 
and aryloxy complexes of tin, for example, Sn(OMe) 4 , Sn(OEt) 4 , Sn(OPh) 4 , BU 2 Sn(OMe) 2 , Ph 2 Sn(OMe) 2 , Bu 2 Sn 
(OEt) 2 , Bu 2 Sn (OPh) 2 , PhaSnfOEt), and Et 3 Sn(OPh); and MeaSnfOCOPh), Bu 2 SnCI 2i Bu 2 SnO, BuSnO(OH) and 
Et 3 SnOH, Pr^SnOH, wherein Ph represents a phenyl group, Me represents a methyl group, Et represents an ethyl 
group and Bu represents a butyl group. 

[0075] The compounds (7) of aluminum, titanium and vanadium include aluminum compounds, for example, AfX 3 
(wherein X represents a halogen atom), A/(OCOMe) 3 , A/(OMe) 3 , A*(OEt) 3 , A/(OBu) 3 ; A/(OPh) 3 ; compounds of tita- 
nium, for example, TlXa, Ti(OCOMe) 3 , Ti(OMe) 3 , Ti(OEt) 3 , Ti(OBu) 3 , Ti(OPh) 3 , TlX* Ti(OCOMe) 4 , Ti(OMe) 4 . Ti(OEt) 4 , 
Ti(OBu) 4 and Ti(OPh) 4 ; and compounds of vanadium, for example, VOX^ VO(OCOMe) 3 , VO(OMe) 3> VO(OEt) 3 , 
VO(OPh) 3 andVX 5 . 

[0076] The transesterification catalyst for the stages (A-a) and (A-b) of the step (A) advantageously comprises at 
least one member selected from the above-mentioned lithium compounds, zirconium compounds, organic tin com- 
pounds, and titanium compounds more advantageously from the above-mentioned organic tin compounds and titanium 
compounds. 

[0077] In the step (A) of the process of the present invention, a dialkyl oxalate is reacted with a phenol compound 
in the presence of a transesterification catalyst to prepare an alkylaryl oxalate and a by-product comprising an alkyl 
alcohol, and the alkylaryl oxalate is further reacted with the phenol compound and is disproportionated into a diaryl 
oxalate and a by-product comprising an alkyl alcohol and a dialkyl oxalate while removing the by-products from the 
reaction system. The reactions of the step (A) can be effected in any type of reactor which enables reactions (I), (II) and 
(III) to be carried out and the resultant by-products to be removed. A preferable reactor for the step (A) comprises at 
least one reactive distillation column, for example, a continuous multi-step reactive distillation column. 
[0078] The multi-step reactive distillation column preferably has a theoretical plate number of at least two, more 
preferably 5 to 100. still more preferably 7 to 50. The multi-step reactive distillation column may be a multi-tray type dis- 
tillation column having bubble cap trays, sieve trays, and valve trays or a packing type distillation column packed with 
fillers, for example, Rasching rings, Lessing rings or pole rings. Also, the reactive distillation column may have both the 
tray structure and packing structure. 

[0079] The step (A) of the process of the present invention can be carried out by using a multi-step reactive distil- 
lation column as shown in Fig. 4. In Fig 4, the multi-step reactive distillation column 40 is provided with a plurality of 
reactive distillation trays on which reactions (i), (II) and (III) or (II) and (III) are carried out and the resultant by-products 
having a low boiling temperature are evaporated. In Fig. 4, a mixture of a dialkyl oxalate with a phenol compound or an 
alkylaryl oxalate in the state of a liquid is fed into the column 40 through a conduit 43 and a catalyst is fed into the col- 
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umn 40 through a conduit 44. The resultant light ends containing the by-product are distilled and withdrawn in a gas 
phase from the top of the column 40 through a conduit 45, and cool-condensed by a cooler 46. A portion of the con- 
densed fraction is recycled into the top portion of the column 40 through a conduit 47. The reflux ratio of the condensed 
fraction is preferably 0 to 20, more preferably 0 to 1 0. The remaining portion of the condensed fraction containing mainly 
an alky! alcohol or dialkyl oxalate is preferably discharged to the outside of the column 40 through a conduit 48. In the 
reactrve distillation column 40 of Fig. 4, the starting material and the catalyst are fed in liquid phase into an upper portion 
of the tray region especially between the center and the top of the tray region through the conduits 43 and 44. The mix- 
ture of the starting material and the catalyst flows down through the trays, while carrying out reactions (I), (II), and (III) 
or (II) and (III), the resultant liquid phase fraction containing the diaryl oxalate in a high concentration flows down into 
the bottom portion of the column, and the resultant gas phase fraction flows up through the trays so as to successively 
increase the concentration of the alkyl alcohol or dialkyl oxalate. 

[0080] The resultant liquid phase fraction is withdrawn from the bottom portion of the column 40 through a conduit 
49. A portion of the withdrawn liquid phase fraction is heated by a heater 50 and recycled into the column 40 through a 
conduit 51 to control the reaction temperature in the column 40 to a desired level. The remaining portion of the with- 
drawn liquid phase fraction is fed into the next step through a conduit 52. 

[0081] The step (A) can be carried out in two stages (A-a) and (A-b) by using a reactive distillation apparatus shown 
in Fig. 5 and having a first reactive distillation column 60 for the first stage (A-a) and a second reactive distillation col- 
umn 61 for the second stage (A-b) connected in series to the first column 60. 

[0082] The first and second columns 60 and 61 have a plurality of reactive distillation trays 62 and 63. 
[0083] In Fig. 5, a mixture of the starting material including a dialkyl oxalate and a phenol compound with a trans- 
esterfication catalyst is fed into the first column 60 through conduits 43 and 44, to be subjected mainly to reaction (I) 
and optionally to reactions (II) and (III). The resultant gas phase fraction is withdrawn from the top portion of the first 
column 60 through a conduit 64 and cool-condensed by the cooler 46. A portion of the condensed portion is recycled 
into the top portion of the first column 60 through a conduit 65 and the remaining portion of the condensed fraction is 
discharged to the outside of the reaction system through a conduit 66. Also, a resultant liquid phase fraction is with- 
drawn from the bottom portion of the first column 60 through a conduit 67. A portion of the withdrawn liquid phase frac- 
tion is heated by a heater 50 and recycled into the first column 60 through a conduit 68 to control the reaction 
temperature of the first column 60 to a desired level. The remaining portion of the withdrawn liquid'phase fraction is fed 
into the tray region 63 of the second reactive distillation column 61 through a conduit 69. The fed liquid phase fraction 
comprises an alkylaryl oxalate, the catalyst and the non-reacted dialkyl oxalate and phenol compound. Therefore, in the 
second column, the reaction (III) is mainly carried out in the presence of the transesterification (disproportionation) cat- 
alyst. 

[0084] The fed liquid phase fraction flows down through a plurality of trays and the alkylaryl oxalate in this fraction 
is converted to a diaryl oxalate and a by-product containing a dialkyl oxalate, and separated into a liquid phase fraction 
comprising the target diaryl oxalate as a principal component and a gas phase fraction. 

[0085] The resultant liquid phase fraction flows down through the trays, while increasing the concentration of the 
diaryl oxalate therein, and reaches the bottom of the second column 61 . 

[0086] Also, the resultant gas phase fraction flows up through the trays, while increasing the concentration of the 
dialkyl oxalate therein and reaches the top of the second column 61 . 

[0087] The gas phase fraction contains the dialkyl oxalate in a high concentration and small amounts of alkylaryl 
oxalate and alkyl alcohol. This gas phase fraction is withdrawn from the top portion of the second column 61 through a 
conduit 70 and cool-condensed by a cooler 71 . A portion of the condensed fraction is recycled at a reflux ratio of pref- 
erably 0 to 20, more preferably 0 to 1 0 into the top portion of the second column 61 through a conduit and the remaining 
portion of the condensed fraction is recycled into the middle portion of the first column 60 through a conduit 73. A por- 
tion of the remaining portion may be discharged to the outside of the reaction system. 

[0088] The resultant liquid phase fraction containing, as a principal component, the diaryl oxalate is withdrawn from 
the bottom portion of the second column 61 through a conduit 74. A portion of the withdrawn liquid phase fraction is 
heated by a heater 75 and recycled into the second column 61 through a conduit 76, to control the reaction temperature 
of the second column 61 to a desired value. The remaining portion of the liquid phase fraction is fed into the next step 
through a conduit 77. 

[0089] The first and second reactive distillation columns preferably have the theoretical plate number of 2 or more, 
more preferably 5 to 100, still more preferably 7 to 50. 

[0090] Also, the first and/or second reactive distillation column may be a packing type distillation column. 
[0091 ] In Fig. 5, the conduit 69 for feeding liquid phase fraction of the first column 60 into the second column 61 is 
preferably connected to an upper portion of the second column 61 so that the liquid phase fraction can be fed into a 
portion of the tray region 63 above the transverse center line of the region. In this case, the fed liquid phase fraction can 
flow down through the number of the trays large enough to complete the conversion of the alkylaryl oxalate to the diaryl 
oxalate. 
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[0092] In the second stage (A-b) of the step (A) of the process of the present invention, the reaction temperature of 
the liquid phase reaction product mixture fed from the first reactive distillation column 60 to the second reactive distilla- 
tion column 61 is preferably controlled to a level not lower than the temperature at which the reaclants and the reaction 
products can be maintained at the state of a solution and the alkylaryl oxalate and the diaryl oxalate do not thermally 
decompose. Usually, the reaction temperature is controlled to preferably 50 to 350°C, more preferably 100 to 300°C. 
still more preferably 120 to 280°C. 

[0093] The reaction in the second stage (A-b) of the step (A) can be carried out under a reduced pressure, the 
ambient atmospheric pressure or an increased pressure. Preferably the reaction pressure is controlled to a level under 
which the resultant by-product comprising, as a main component dialkyl oxalate can be evaporated and the resultant 
gas phase fraction can be discharged from the reaction system. For example, when the reaction of the second stage 
(A-b) is carried out at a temperature of from 50 to 350°C, the reaction pressure is controlled to preferably 0.01 mmHg 
to 100 kg/cm 2 , more preferably 10 mmHg to 10 kg/cm 2 . 

[0094] The reaction time of the second stage (A-t>), which refers to a residence time of the reaction product mixture 
fed from the first stage (A-a) to the second stage (A-b) in the second reactive distillation column, is variable depending 
on the reaction conditions and type and operation conditions of the second column. Usually, when the reaction temper- 
ature in the second stage (A-b) is 50 to 350°C, the reaction time is preferably 0.001 to 50 hours, more preferably 0.001 
to 10 hours. 

[0095] The liquid phase fraction delivered from the second reactive distillation column A2 is fed into a separator B 
of the stage (B), to collect the diaryl oxalate, a liquid phase fraction delivered from the separator B is fed into a reactor 
C of the decarbonylation step (C), to decarbonylate the diaryl oxalate to convert it diaryl carbonate, and a liquid phase 
fraction delivered from the reactor C is fed into a refining apparatus D for the collection step (D) to refine and collect the 
diaryl carbonate. 

[0096] In the step (C) of the process of the present invention, the diaryl oxalate contained in the liquid phase frac- 
tion delivered from the step (B) is decarbonylated preferably in the presence of a decarbonylation catalyst, to convert it 
to a diaryl carbonate and carbon monoxide. 

[0097] The decarbonylation catalyst usable for the step (C) of the process of the present invention is preferably 
capable of decarbonylating the diaryl oxalate at a relatively low temperature of about 100°C to about 350°C at a high 
selectively of preferably at least 50 molar %, more preferably 60 to 1 00 molar %, to provide a diaryl carbonate. 
[0098] The decarbonylation catalyst preferably comprises at least one phosphorus compound having at least one 
carbon-phosphorus bond. This type of phosphorus compound is preferably selected from organic phosphine compound 
of the general formula (w), organic phosphine oxide compounds of the general formula (x), organic phosphine dihalide 
compounds of the general formula (y) and organic phosphonium salt compounds of the general formula (z). 



[0099] In the above general formulae (w), (x), (y) and (z), R 1 to R 13 represent respectively and independently from 
each other a member selected from the group consisting of a hydrogen atom, alkyl groups having 1 to 16 carbon atoms, 
aryl groups having 6 to 16 carbon atoms, substituted aryl groups, aralkyl group having 7 to 22 carbon atoms, and sub- 
stituted aralkyl groups provided that at least one of R 1 , R 2 and R 3 . at least one of R 4 , R 5 and R 6 , at least one of R 7 , R 8 
and R 9 and at least one of R 10 , R 1 1 , and R 12 and R 13 are not a hydrogen atom. X represent an anionic atom or atomic 
group, and Y 1 and Y 2 represent respectively and independently from each other a halogen atom. 
[0100] The substituted aryl groups have at least one substituent directly attached to a carbon atom located in the 
aryl ring structure. Also, the substituted aralkyl groups have at least one alkyl moiety and at least one substituent other 
than the alkyl group, and directly attached to a carbon atom located in the aryl ring structure. 
[0101] The substituent for the substituted aryl groups and the substituted aralkyl groups is preferably selected from 
the group consisting of halogen atoms, for example, fluoride chlorine and bromide atoms, a nitro group, alkyl groups 
having 1 to 16 carbon atoms, and alkoxyl group having 1 to 16 carbon atoms. 

[0102] Two of R 1 to R 3 , two of R 4 to R 6 , two of R 7 to R 9 and two of R 10 to R 13 may be connected or cross-linked to 




P = O (x) 
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each other. 

[01 03] In the phosphorus compounds of the formulae (w) to (z), the alkyl groups represented by R 1 to R 13 and hav- 
ing 1 to 16 carbon atoms include methyl, ethyl, n-propyi, isopropyl, n-butyl, isobutyi, n-pentyl, n-hexyl t n-heptyl, and n- 
octyl groups, the aryl groups represented by R 1 to R 13 and having 6 to 16 carbon atoms include phenyl and naphthyl, 
the substituted aryl groups represented by R 1 to R 13 include methylphenyl, ethylphenyl, propylphenyl, methoxyphenyl, 
ethoxyphenyl, propoxyphenyl, chlorophenyl, fluorophenyl, methylnaphthyl, methoxynaphthyl, nitronaphthyl and chloro- 
naphthyl groups, and the aralkyl groups represented R 1 to R 13 and having 7 to 22 carbon atoms include benzyl, phene- 
thyl, p-methylbenzyl, p-methoxybenzyl and p-methylphenethyl. 

[0104] In the phosphine compounds of the formula (w), preferably all of R 1 to R 3 are the aryl or substituted aryl 

groups as defined above. However, in the phosphine compounds, one or two, preferably two, of R 1 to R 3 may be the 

aryl or substituted aryl groups and the remaining (s) may be an alkyl, aralkyl or substituted aralkyl group. 

[0105] The phosphine compounds of the formula (w) in which all of R 1 to R 3 are the aryl or substituted aryl groups 

are preferably selected from triphenylphosphine, tris (4-chlorophenyl) phosphine, tris (4-tolyl) phosphine, and a-naph- 

thyl-(phenyl)-4-methoxyphenylphosphine. 

[01 06] The phosphine compounds of the formula (w) in which one or two of R 1 to R 3 are the aryl or substituted aryl 

groups and the remailing(s) is an alkyl, aralkyl or substituted aralkyl group, are selected from, for exarrple, methyldiphe- 

nylphosphine, phenyl(p-methoxyphenyl)methylphosphine ethyl(phenyl)-n-propylphosphine and dimethylphenylphos- 
phine. 

[0107] in the phosphine oxide compounds of the formula (x), all of R 4 to R 6 are preferably the aryl or substituted 
aryl groups. However, one or two of R 4 to R 6 may be the aryl or substituted aryl groups and the other two or one may 
the alkyl, aralkyl or substituted aralkyl group. 

[0108] The phosphine oxide compounds of the formula (x) in which ail of R 4 to R 6 are the aryl or substituted aryl 
groups, are preferably selected from triphenylphosphine oxide, tris (4-chlorophenyl) phosphine oxide, tris (4-tolyl) phos- 
phine oxide and a-naphtr^(phenyl)-4-methyoxyphenylphosphine oxide. 

[0109] The phosphine oxide compounds of the formula (x), having one or two aryl or substituted aryl groups and 
two or one alkyl, aralkyl or substituted aralkyl group are preferably selected from methyWiphenylphosphine oxide, phe- 
nyl(p-methoxyphenyl)-methylphospline oxide, etfiyl(phenyl)-n-propylphosphine oxide, ethyl(phenyl)-n-propylphosphine 
oxide and dimethylphenylphosphine oxide. 

[0110] Among the phosphine dihalide compounds of the formula (y), it is preferable that all of R 7 to R 9 are the aryl 
or substituted aryl groups. However, one or two of R 7 and 7 9 may be the aryl or substituted aryl groups and the other 
two or one of R 7 to R 9 may be the alkyl, aralkyl or substituted aralkyl group. 

[01 1 1 ] Also, in the formula (y), Y 1 and Y 2 may be the same as or different from each other and represent respec- 
tively a chlorine, bromine or iodine atom. 

[01 1 2] The phosphine dihalide compounds of the formula (y) in which all of R 7 to 7 s are the aryl or substituted aryl 
groups as defined above are preferably selected from triphenylphosphine dichloside, triphenylphosphine bromide, 
triphenylphosphine iodide. 

[01 1 3] In the phosphonium compounds of the formula (z), it is preferable that all of R 10 to R 13 are the aryl or sub- 
stituted aryl groups, and X" is selected from halogen ions, aliphatic carboxylate ions and fluoroborate ion. However, in 
the formula (z), one to three, especially two or three of R 10 to R 13 may be the aryl and substituted aryl groups and the 
other one to three, especially one or two, of R 10 to R 13 may be the alkyl. aralkyl or substituted aralkyl groups, and X 
may be selected from halogen ions, aliphatic carboxylate ions and a fluoroborate ion. 

[0114] The phosphonium compounds of the formula (z) wherein all of R 10 to R 13 are the aryl or substituted aryl 
groups mentioned above, and X e is selected from halogen ions are preferably selected from tetraphenylphosphonium 
chloride tetraphenylphosphonium bromide, tetraphenylphosphonium iodide, 4-chlorophenyltriphenyIphosphonium 
chloride, 4-chlorophenyltriphenylphosphonium bromide 4-chlorophenyltriphenylphosphoniun iodide, 4-ethoxyphenylt- 
nphenylphosphonium chloride. 4-ethoxyphenyltriphenylphosphonium bromide, 4-ethoxyphenyltriphenylphosphonium 
iodide, 4-methylphenyrtriphenylphosphonium chloride. 4-methylphenyltriphenylphosphonium bromide, 4-methylphenyl- 
tnphenylphosphonium iodide, 9-fluorenylphenyltriphenylphosphonium chloride, and 9-fluaenylphenyltriphenylphos- 
phonium bromide. 

[0115] The phosphonium compounds of the formula (z) wherein ail of R 10 to R 13 are the aryl or substituted aryl 
groups mentioned above, and X e is selected from aliphatic carboxylate ions are preferably selected from tetraphenyl- 
phosphonium acetate. 4-chlorophenyltriphenylphosphonium acetate; 4-ethoxyphenyltriphenylphosphonium acetate 
and 4-methylphenyltriphenylphosphonium acetate. 

[0116] The phosphonium compounds of the formula (z) wherein all of R 10 to R 13 are the aryl or substituted aryl 
groups mentioned above, and X e is a fluoroborate are preferably selected from tetraphenylphosphonism fluoroborate, 
4-chiorophenyltriphenylphosphonium fluoroborate, 4-ethoxyphenyltriphenylphosphonium fluoroborate and 4-methyl- 
phenyltriphenylphosphonium fluoroborate. 

[01 1 7] Some of the phosphonium compounds of the formula (z) which are commercially available can be produced 
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by known synthesis methods as, for example, disclosed in Bull. Chem. Soc. Jpa, 56, 2869(1989) and J. Am. Chem. 
Soc, ZQ, 737, (1948). 

[0118] For example, a tetraarylphosphonium chloride can be prepared by reacting a triarylphosphine with a corre- 
sponding aryl iodide or bromide in the presence of a catalyst consisting of palladium acetate, and converting the result- 
ant tetraarylphosphonium iodide or bromide to a corresponding tetraarylphosphonium chloride by using an ion- 
exchange resin (chlorine type). Alternatively, the tetraarvlphorphonium salts having an anion other than halogen tors 
can be prepared by reacting a corresponding tetraarylphosphonium chloride with an alkali metal salt (for example, 
sodium or potassium salt) or an ammonium salt of an organic or inorganic acid, for example, an aliphatic carboxylic acid 
or fluoroboric acid. 

[01 1 9] The phosphonium salt compound other than the tetraarylphosphonium salts can be prepared by the analo- 
gous methods to those mentioned above. 

[0120] In the step (C) of the process of the present invention, the decarbonylation catalyst may consists of one or 
more of the above-mentioned organic phosphorus compounds. Also, the decaibonylation catalyst may be dissolved or 
suspended in the reaction mixture fed into the step (C). 

[0121] in the step (C), the decarbonylation catalyst is preferably employed in an amount of 0.001 to 50 molar %, 
more preferably 0.01 to 20 molar %, based on the molar amount of the diaryl oxalate supplied to the step (C). 
[0122] The decarbonylation catalyst for the step (c) containing at least one organic phosphorus-containing com- 
pound may be used together with a promoter comprising at least one member selected from inorganic halogen com- 
pounds and organic halogen compounds. Usually, the promoter is used preferably in an amount of 0.01 to 150 times, 
more preferably 0.1 to 100 times, the total molar amount of the organic phosphorus compound in the catalyst. 
[0123] The inorganic halogen compounds usable as a promoter are selected from preferably, halogenated alumi- 
num compounds, tor example, aluminum chloride and aluminum bromide; halogenated platinum group metal com- 
pounds, for example, platinum chloride, chloroplatinic acid, ruthenium chloride, and palladium chloride; halogenated 
phosphorus compounds, for example, phosphors trichloride, phosphorus pentachloride. phosphorus oxychloride, phos- 
phorus tnbromide. phosphorus pentabromide and phosphors oxybromide; hydrogen halides, for example, hydrogen 
chloride and hydrogen bromide; halogenated sulfur compounds, for example, thionyl chloride, sulfuryl chloride, sulfur 
dichloride and disulfur dichloride; and halogens, for example, chlorine and bromine. Among the inorganic halogen com- 
pounds mentioned above, inorganic chlorinated compounds and inorganic brominated compounds are preferably 
employed, and the inorganic chlorinated compounds are more preferably employed for the present invention. 
[0124] The organic halogen compounds usable as the promoter are preferably selected from organic compounds 
having at least one atom selected from carbon, hydrogen, oxygen, nitrogen, sulfur and silicon and at least one halogen 
atom (for example, chlorine or bromine atom). 

[0125] The organic halogen compounds may have at least one structure selected from structures in which at least 
one halogen atom is bounded to a saturated carbon atom, structures in which a halogen atom is bonded to a carbonyl 
carbon atom, structures in which at least one halogen atom is bonded to a silicon atom, and structures in which a hal- 
ogen atom is bonded to a sulfur atom. 

[0126] The organic halogen compounds having at least one structure in which at least one halogen atom is bonded 
to a saturated carbon atom are preferably selected from halogenated alkyl compounds, for example, chloroform, carbon 
tetrachloride. 1.2-dichloroethane. butyl chloride, and dodecyl chloride; halogenated aralkyl conpounds. for example, 
benzyl chloride, benzo-trichloride, triphenylmethyl chloride, and a-bromo-o-xylene; halogen-substituted aliphatic nitrile 
compounds, for example, p-chloropropionitrile and rchlorobutyronitrile; and halogen-substituted aliphatic carboxylic 
acids, for example, chloroacetic acid, bromoacetic acid and chloropropionic acid). 

[0127] The organic halogen compounds having at least one structure in which a halogen atom is bonded to a car- 
bonyl carbon atom include acid halide compounds, for example, acetyl chloride, oxalyl chloride, propionyl chloride, 
stearoyl chloride, benzoyl chloride, 2-naphthalene carboxylic acid chloride, and 2-thiophenecarboxylic acid chloride; 
and aryl haioformate ester, for example, phenyl chloroformate. 

[01 28] The organic halogen compounds having at least one structure in which at least one halogen atom is bonded 
to a silicon atom include halogenated silane compounds, for example, diphenyl dichlorosilane and triphenylchlorosi- 
lane. 

[01 29] The organic halogen compounds having at least one structure in which a halogen atom is bonded to a sulfur 
atom, include sulfonyl chlorides, for example, p-toluenesulfonic acid chloride and 2-naphthalenesulfonic acid chloride. 
[01 30] In the decarbonylation step (C) of the process of the present invention, the type of the decarbonylation reac- 
tion is not limited to a specific reaction. Preferably, the decarbonylation reaction of the diaryl oxalate ester in the step 
(C) is carried out in the presence of a specific decarbonylation catalyst comprising at least one phosphorus containing 
organic compound. In this case, the liquid phase fraction supplied from the step (B) and containing the diaryl oxalate is 
fed together with the decarbonylation catalyst into a decarbonylation reactor C and subjected to the decarbonylation 
reaction at a temperature of, preferably 100 to 450°C. more preferably 160 to 400°C, still more preferably 180 to 350°C, 
while removing the resultant by product comprising carbon monoxide gas. There is no limitation to the reaction pressure 
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for the step (C). Usually, the decarbonylation reaction can be carried out under a pressure of 100 mmHg to 10 kg.cm 2 . 
[0131] Preferably, the decarbonylation reaction is carried out in liquid phase and, usually, no reaction medium is 
necessary. Optionally, a protonic solvent, for example, N-methylpynrolidone or suffolane, is used as a reaction medium 
for the decarbonylation reaction. 

[0132] The reactor for the decarbonylation step (C) is not limited to a specific type of reactor as long as the reactor 
enables the diaryl oxalate to be decarbonylated into a corresponding diaryl carbonate and carbon monoxide. Also, there 
is no limitation to the type of materials for the reaction apparatus for the step (C). Usually the reactor for the step (C) is 
made mainly from a glass, stainless steel (SUS), an aluminum alloy or a nickel alloy 

[0133] The reactor for the step (C) may be selected from full-mixing type (or agitation type) reactors with single or 
multiple reaction vessels and cylinder type or column type reactors with a mufti-pipe type heat exchanger. TTie cylinder 
or column type reactor is optionally provided with one or more filler packed portions or one or more baffles for enhanc- 
ing the mixing effect. Also, the reactor may have a wetting wall. 

[0134] A liquid phase fraction delivered from the reactor of the step (C) contains non-reacted diaryl oxalate and the 
decarbonylation catalyst in addition to the target diaryl carbonate. The collection of the diaryl carbonate from the liquid 
phase fraction can be carried out by the step (D) using a conventional refining-collecting apparatus. 
[0135] The refining and collecting apparatus for the step (D) may be carried out by separating and recovering the 
decarbonylation catalyst by means of an evaporator or thin membrane evaporator, and by subjecting the resultant vapor 
phase fraction to a distiller having a certain number of filler-packed layers or trays, to collect the target diaryl carbonate 
with a high degree of purity. 

[0136] As mention above, a diaryl oxalate can be produced by a process of the present invention corrprising the 



(1) subjecting a dialkyl oxalate and a phenol compound to a first transesterification reaction in the presence of a 
transesterification catalyst in a first reactive distillation column, while evaporating away a reaction by-product com- 
prising a corresponding alkyl alcohol from the first column; 

(2) subjecting the reaction product mixture delivered from the first column to a second transesterrfication reaction 
in a second reactive distillation column, while evaporating away a reaction by-product comprising a corresponding 
dialkyl oxalate; and ' w 

(3) distilling the reaction product mixture delivered from the second column to collect the resultant diaryl oxalate. 

[0137] Namely, in the process of the present invention, the step (A) is carried out in two stages consisting of a first 
stage (A-a) in which a dialkyl oxalate and a phenol compound are subjected to a first transesterification reaction in the 
presence of a transesterification catalyst in a first reactive distillation column, while evaporating away a resultant reac- 
tion by-product comprising a corresponding alkyl alcohol from the first column; and a second stage (A-b) in which the 
resuftant reaction product mixture delivered from the first column and containing the transesterrfication catalyst is sub- 
jected to a second transesterrfication reaction in a second reactive distillation column, while evaporating away a result- 
ant reaction by-product comprising a corresponding dialkyl oxalate from the second column, and the step (B) is carried 
out by distilling the reaction product mixture delivered from the second column, to collect the resuHant diaryl oxalate. 
[01 38] In an embodiment of the diaryl oxalate-producing procedures, the first stage (A-a) and the second stage ( A- 
b) of the step (A) and the step (B) are carried out as follows. 

[0139] In the first stage (A-a) of the step (A), a dialkyl oxalate a phenol compound and a transesterification catalyst 
are fed into the first reactive distillation column, and the transesterification reaction of the dialkyl oxalate with the phenol 
compound in the presence of the transesterification catalyst is earned out, while withdrawing a resultant first vapor 
phase fraction containing a corresponding alkyl alcohol from the top portion of first column; in the second stage (A-b) 
of the step (A), a resultant liquid phase fraction of the first stage (A-a) containing an alkylaryl oxalate is fed from the bot- 
tom portion of the first column into the second reactive distillation column through a conduit, and subjected to the sec- 
ond transesterification reaction to allow the alkylaryl oxalate contained in the liquid phase fraction to be transesterif led 
into corresponding diaryl oxalate and dialkyl oxalate, while withdrawing a resultant second vapor phase fraction con- 
taining the dialkyl oxalate from the top portion of the second column; and in the step (B), a resultant liquid phase fraction 
of the second stage (A-b) containing the diaryl oxalate is fed, from the bottom portion of the second column into a dis- 
tillation column and distilled therein, and a resultant third vapor phase fraction comprising the distilled diaryl oxalate is 
withdrawing and collected from the distillation column. 

[0140] In Fig. 6 showing the above-mentioned embodiment of the steps (A) and (B) of the present invention, a reac- 
tion mixture of a dialkyl oxalate, a phenol compound and a transesterification catalyst are fed into a first reactive distil- 
lation column 80 having a plurality of reactive distillation trays or filler-packed layers 81 through a conduit 82, and 
subjected to the same first transesterification reaction as in Fig. 5, while withdrawing the resultant first vapor phase frac- 
tion containing an alkyl alcohol from the top portion of the first column 80 through the conduit 64. The resultant first liq- 
uid phase fraction containing the alkylaryl oxalate and the catalyst is withdrawn from the bottom portion of the first 
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column 80 through a conduit 67 and fed into a second reactive distillation column 83 having a plurality of reactive dis- 
tillation trays or filler-packed layers 84 through a conduit 69. In the second column 83, the alkylaryl oxalate contained in 
the liquid phase fraction is transesterif ied (disproportionated) into a diaryl oxalate and a dialkyl oxalate. 
[0141 J A resultant second vapor phase fraction containing the dialkyl oxalate is withdrawn from the top portion of 
the second column 83 and fed into a middle portion of the first column 80 through a conduit 85. 
[0142J Also, a resultant second liquid phase fraction containing the diaryl oxalate and the catalyst is withdrawn from 
the bottom portion of the second column 83 through a conduit 74 and fed into a distiller 90 for the step (B) through a 
conduit 86, to collect the diaryl oxalate from the liquid phase fraction. 

[0143] The distiller 90 is preferably a continuous or multi-step distiller which is optionally provided with a refining 
> distiller (not shown in Fig. 6). The distiller 90 preferably has a theoretical plate number of 5 or more (filler-packed layers 
or distillation trays 91). 

[0144] The second liquid phase fraction is distilled in the distiller 90 to concentrate the diaryl oxalate, and a result- 
ant third vapor phase fraction containing the concentrated diaryl oxalate is withdrawn preferably from the middle portion 
of the distiller 90 through a conduit 92. A portion of the liquid phase fraction reached the bottom portion in the distiller 
90 is circulated through a conduit 93, a heater 94 and a conduit 95 to control the temperature of the liquid phase fraction 
to a desired level, and a portion of the liquid phase fraction containing the catalyst and high boiling temperature sub- 
stances is withdrawn from the distiller 90 through a conduit 96. Preferably, a portion of a vapor phase fraction reached 
the top portion of the distiller 90 and containing light ends such as alkylaryl oxalate is withdrawn from the top portion of 
the distiller 90 through a conduit 97, and cool^ondensed by a cooler 98. A portion of the condensed liquid is recycled 
to the top portion of the distiller 90 preferably at a reflux ratio of 0 to 20. more preferably 0 to 10, through a conduit 99, 
and the remaining potion of the condensed liquid is discharged to the outside of the collection system of the step (B) 
through a conduit 100. The liquid phase fraction delivered from the collection system of the step (B) is optionally recy- 
cled to the first and/or second column to re-utilize the catalyst. Optionally, the catalyst is recovered from the delivered 
liquid phase fraction of the distiller 90 and is reactivated, and the reactivated catalyst is reused for the step (A) of the 
present invention. 

[0145] In the distillation procedure in the distiller 90, the temperature of the liquid fraction is controlled to a desired 
level of. preferably 50 to 350°C, more preferably 1 40 to 280°C, still more preferably 180 to 250°C, so as to minimize the 
thermal deterioration of the reactants.. 

[0146] The distillation in the step (B) can be carried out under a reduced pressure, the ambient atmospheric pres- 
sure or an increased pressure. Preferably, the distillation pressure is adjusted to a level at which the vapor phase frac- 
tion containing the concentrated diaryl oxalate can be collected at the middle portion of the distiller while minimizing the 
thermal deterioration of the diaryl oxalate. Therefore, usually the distillation pressure is preferably 0.1 mmHg to 5 
kg/cnrT 2 , more preferably 1 mmHg to 1 kg/cm 2 . 

[0147] The third vapor phase fraction withdrawn from the middle portion of the distiller 90 and containing the con- 
centrated diaryl oxalate is optionally cool-condensed and the condensed liquid is recovered and is supplied to the next 
step. If necessary, the condensed liquid is further refined by washing with water and/or by a refining distillation using a 
refining distillation column, to eliminate impurities therefrom. 

[0148] In another embodiment of the steps (A) and (B) of the process of the present invention, the following proce- 
dures are carried out. 

[0149] In the first stage (A-a) of the step (A) a dialkyl oxalate, a phenol compound and transesterification catalyst 
are fed into the first reactive distillation column, and transesterification reaction of the dialkyl oxalate with the phenol 
compound in the presence of the transesterification catalyst is carried out, while withdrawing a resultant first vapor 
phase fraction containing a corresponding aikyl alcohol from the top portion of the first column; in the second stage (A- 
b) of the step (A), a resultant liquid phase fraction of the stage (A-a) containing an alkylaryl oxalate is fed from the bot- 
tom portion of first column into the second reactive distillation column, and is subjected to the second transesterification 
reaction to allow the alkylaryl oxalate contained in the liquid phase fraction to be transesterif ied into corresponding dia- 
ryl oxalate and dialkyl oxalate, while withdrawing a resultant second vapor phase fraction containing the dialkyl oxalate 
from the top portion of the second column; and in the step (B), a resultant liquid phase fraction of the stage (A-b) con- 
taining the diaryl oxalate is fed from the bottom portion of the second column into an evaporator and is evaporated 
therein, a resultant vapor has fraction generated in the evaporator is fed from the evaporator into a first distiller and is 
distilled therein, while withdrawing a vapor phase fraction generated in the first distiller and containing the alkylaryl 
oxalate from the top portion of the first distiller, a resultant liquid phase fraction generated in the first distiller and con- 
taining the diaryl oxalate is fed from the bottom portion of the first distiller into a second distiller and is distilled therein, 
and a resultant third vapor phase fraction containing the diaryl oxalate is withdrawn and collected from the second dis- 
tiller. 

[0150] Referring to Fig. 7, the step (A) is carried out in the first stage (A-a) and the second stage (A-b) using the 
first and second reactive distillation column 80 and 83 in the same manner as in Fig. 6. and a portion of the second liq- 
uid phase fraction delivered from the bottom portion of the second column 83 and containing the diaryl oxalate and the 
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catalyst is fed into a collection system for the step (B) including an evaporator 101 , a first distiller 1 02 and a second dis- 
tiller 103. 

[0151] In Fig. 7, the second liquid phase fraction is fed into a bottom portion of the evaporator 101. The bottom por- 
tion is provided with a heating jacket 104 to heating the liquid phase fraction at an evaporating temperature thereof, and 
is connected to a top portion 105 for containing the resultant vapor. In the bottom portion 104, the liquid phase fraction 
is heated to generate a vapor containing the diaryl oxalate and small amounts of starting and intermediate compounds. 
The resultant vapor phase fraction is withdrawn from the top portion 105 of the evaporator 101 and fed into a middle 
portion of the first distiller 102 through a conduit 106. Also, the remaining liquid phase fraction containing the catalyst 
and heavy ends is withdrawn from the bottom portion 104 of the evaporater 101 through a conduit 1 07. 
• [0152] The first distiller 102 preferably has a theoretical plate number of 5 or more (distillation trays or filler-packed 
layers 1 07), and the fed liquid phase fraction is distilled to separate a liquid phase fraction containing concentrated dia- 
ryl oxalate from a vapor phase fraction containing substances having lower boiling temperatures than that of the diaryl 
oxalate at the distillation pressure. 

[0153] The resultant vapor phase fraction of the first distiller 102 containing, mainly the alkylaryl oxalate and non- 
reacted phenol is withdrawn from the top portion of the first distiller 102 through a conduit 108 and cod-condensed by 
a cooler 1 09. Optionally, a portion of the condensed liquid is recycled into the middle portion of the second reactive dis- 
tillation column 83 for the stage (A-b) through a conduit 1 10, and the remaining portion of the condensed liquid is recy- 
cled into the top portion of the first distiller 102 through a conduit 111. Alternatively, the cool-condensing procedure by 
the cooler 109 for the vapor phase fraction is omitted. 

[0154] The resultant liquid phase fraction containing the concentrated diaryl oxalate is withdrawn from the bottom 
portion of the first distiller 102 through a conduit 1 12. A portion of the withdrawn liquid phase fraction is heated to a 
desired temperature by a heater 1 1 3 and recycled into the bottom portion of the first distiller 1 02 through a conduit 1 1 4. 
The recycling of the heated portion of the liquid phase fraction is contributory to maintaining the distillation temperature 
of the first distiller 102 at a desired level of preferably 50 to 300°C, more preferably 80 to 250°C, still more preferably 
100 to 230°C. The first distillation procedure in the first distiller 102 can be carried out under a reduced pressure, the 
ambient atmospheric pressure or an increased pressure, as long as the fraction containing the alkylaryl oxalate can be 
evaporated anddelivered from the top portion of the first distiller. Usually, the first distillation pressure is preferably 0.1 
mmHg to 2 kg/cm 2 , more preferably 1 mmHg to 1 kg/cm 2 . The remaining portion of the withdrawn liquid phase fraction 
is fed into a middle portion of the conduit 1 15. 

[01 55] The second distiller 1 03 has the same structure as in the distiller 90 in Fig. 6 and is operated under the same 
conditions as in the distiller 90 in Fig. 6, to refine the diaryl oxalate. In the second distiller 1 03. the resultant vapor phase 
fraction containing the refined diaryl oxalate in a high concentration of 95% by weight or more is withdrawn from the top 
portion of the second distiller 103 through a conduit 1 16, and cool-condensed by a cooler 1 17. The condensed liquid 
containing the refined diaryl oxalate is collected through a conduit 1 18. Optionally, a portion of the condensed liquid is 
recycled into the top portion of the second distiller 1 03 through a conduit 119. 

[0156] Also, a resultant liquid phase fraction is withdrawn from the bottom portion of the second distiller 103. 
Optionally, a portion of the withdrawn liquid phase fraction is heated by a heater 121 and recycled into the bottom por- 
tion of the second distiller 1 03 through a conduit 1 22 and the remaining portion of the liquid phase fraction is discharged 
from the collection system through a conduit 123. The recycling of the heated portion of the liquid phase fraction is con- 
tributory to maintaining the second distillation temperature of the second distiller 103 at a desired level. 
[0157] The condensed liquid recovered from the cooler 1 1 7 of the second distiller 103 contains the diaryl oxalate in 
a high concentration of at least about 95% by weight, usually 98% by weight or more. If necessary, the degree of purity 
of the diaryl oxalate in the condensed liquid can be increased to 99.0% by weight or more, particularly 99.5% by weight 
or more, by washing the condensed liquid with water, or by applying a refining distillation thereto in a refining distillation 
column, to remove impurities therefrom. 

[01 1 58] In still another embodiment of the steps (A) and (B) of the process of the present invention, the following pro- 
cedures are carried out. 

[0159] In first stage (A-a) of the step (A), a dialkyt oxalate, a phenol compound and a transesterification catalyst are 
fed into the first reactive distillation column, and the transesterification reaction of the dialkyl oxalate with the phenol 
compound in the presence of the transesterification catalyst is carried out. while withdrawing a resultant first vapor 
phase fraction containing a corresponding alkyl alcohol from the top portion of the first column; in the second stage (A- 
b) of the step (A), a resultant liquid fraction of the stage (A-a) containing an alkylaryl oxalate is fed from the bottom por- 
tion of the first column into a second reactive distillation column, and is subjected to the second transesterification reac- 
tion to allow the alkylaryl oxalate contained in the liquid phase fraction to be transesterified into corresponding diaryl 
oxalate and dialkyl oxalate, while withdrawing a resultant second vapor fraction of the second stage (A-b) containing the 
dialkyl oxalate from the top portion of the second column; and in the step (B), a resultant liquid fraction of the second 
stage (A-b) containing the diaryl oxalate is fed from the bottom portion of the second column into a first distiller and is 
distilled therein, while withdrawing a resultant vapor phase fraction containing the alkylaryl oxalate from the top portion 
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of the first distiller, a resultant liquid fraction generated in the first distiller and containing the diaryl oxalate is fed from 
the bottom portion of the first distiller into a second distiller and is distilled therein, and a resultant third vapor phase frac- 
tion generated in the second distiller and containing the diaryl oxalate is withdrawn and collected from the second dis- 
tiller. 

[0160] The above, mentioned procedures for the steps (A) and (B) can be carried out by using the apparatus as 
shown in Fig. 8. 

[01 61 ] In Fig. 8, the step (A) consisting of the same stages (A-a) and (A-b) using the same reactive distillation col- 
umns 80 and 83 as in Fig. 7 is carried out under the same conditions as in Fig. 7. 

[0162] The resultant liquid phase fraction delivered from the bottom portion of the second reactive distillation col- 
umn 83 is directly fed into the middle portion of the first distiller 102 through the conduit 86. Namely, in the collection 
apparatus of Fig. 8, the evaporator 101 of Fig. 7 is omitted. 

[0163] In Fig. 8, the liquid phase fraction delivered from the second reactive distillation column 83 is distilled in the 
first distiller 102, and then the liquid phase fraction delivered from the bottom portion of the first distiller 102 is refined 
in the second distiller 103, under the similar conditions as in Fig. 7. The final liquid phase fraction containing the diaryl 
oxalate in a high concentration can be collected from the bottom portion of the second distiller 1 03. 

EXAMPLES 

[0164] The present invention will be further explained by the following examples. 
Exqmple 1 (Stage (A-a) of step (A)) 

[0165] As a first reactive distillation column, a fifty plate number Oldershaw type distiller having an inner diameter 
of 32 mm and provided with a one liter bottom flask was used. 

[0166] A solution consisting of 61 .2% by weight of phenol, 38.5% by weight of dimethyl oxalate and 0.3% by weight 
of tetraphenoxytitanium was fed into the twelfth step from the top of the first reactive distillation column at a flow rate of 
300 ml/hr. The bottom flask was heated by a mantle heater at a temperature of 190°C, to promote the first transesteri- 
f ication reaction of dimethyl oxalate with phenol. The resultant vapor phase fraction was continuously withdrawn from 
the top portion of the column and condensed by a cooler, while maintaining the amount of the liquid phase fraction con- 
tained in the bottom flask at a level of 500 ml. A portion of the condensed liquid was recycled at a reflux ratio of 2 and 
the remaining portion of the condensed liquid was delivered. 

[01 67] When the reaction in the first column was stabilized in temperature and composition of the liquid phase frac- 
tion, namely 5 hours after the start of the feeding of the reaction material mixture, the liquid phase fraction in the bottom 
flask was analyzed by gas chromatography. It was found that the liquid phase fraction of the first column consisted of 
23.45% by weight of dimethyl oxalate, 26.76% by weight of methylphenyl oxalate, 6.74% by weight of diphenyl oxalate 
and 42.62% by weight of phenol. The withdrawal rate of the liquid phase fraction from the bottom flask of the first col- 
umn was about 306 g/hr. The vapor phase fraction consisted of 99.7% by weight of methyl alcohol and 0.3% by weight 
of dimethyl oxalate and it was withdrawn in the state of a condensed liquid, at a flow rate of about 24 g/hr from the first 
column. 

Example 2 (Stage (A-b) of step (A)) 

[0168] As a second reactive distillation column, the same Oldershaw type distiller as in Example 1 was used. 
[0169] The liquid phase fraction withdrawn from the first column of Example 1 was fed into the twelfth step from the 
top of the second column at a flow rate of 300 ml/hr, while heating the bottom flask of the second column at a temper- 
ature of 230°C, to subject the reactants in the fed liquid phase fraction to a second transesterrfication (disproportiona- 
tion) reaction. The resultant gas phase fraction was withdrawn from the top position of the second column and 
condensed by a cooler, and the resultant condensed liquid was delivered without recycling it into the second column. 
The amount of the resultant liquid phase fraction in the bottom flask was maintained at a level of 500 ml. When the reac- 
tion conditions in the second column was stabilized in temperature and composition of the liquid phase fraction, namely 
5 hours after the start of feeding, the liquid phase fraction in the bottom flask was analyzed by gas-chromatography. It 
was found that the liquid phase fraction consisted of 2.82% by weight of dimethyl oxalate, 27.81% by weight of methyl- 
phenyl oxalate, 54.74% by weight of diphenyl oxalate, and 13.64% by weight of phenol. The liquid phase fraction was 
withdrawn at a rate of about 126 g/hr from the bottom portion of the second column. 

[0170] The condensed liquid of the gas phase fraction consisted of 2.32% by weight of methyl alcohol, 45.23% by 
weight of dimethyl oxalate, 46.95% by weight of phenol, 5.37% by weight of methylphenyl oxalate and 0. 1 3% by weight 
of diphenyl oxalate and was withdrawn at a rate of about 1 89 g/hr. 
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Example 3 (Collection step (B)) 



[0171] A first glass distiller packed with Helipack packings (5(D) x 5(H) mm) and having an inner diameter of 20 mm 
and a length of 2m was used. 

[0172] The liquid phase fraction withdrawn from the second reactive distillation column of Exanple 2 was fed into 
the f irst distiller through an inlet located 80 cm below the top of the distiller at a feeding rate of 1 00 ml/hr. The fed liquid 
was continuously distilled in the first distiller at a liquid temperature of 1 35°C under a distiller top pressure of 1 0 mmHg 
at a reflux ratio of 2. A gas phase fraction consisting of 5.63% by weight of dimethyl oxalate, 61 .48% by weight of meth- 
ylphenyl oxalate, 30.43% by weight of phenol and 2.46% by weight of diphenyl oxalate was withdrawn at a rate of about 
47 g/hr from the top portion of the first distiller, and condensed. Also, a liquid phase fraction conprising 97.9% by weight 
of diphenyl oxalate was withdrawn at a rate of 58 g/hr from the bottom portion of the first distiller. 
[01 73] To refine the liquid phase fraction withdrawn from the first distiller, the same type of glass distiller as the first 
distiller was used as a second distiller. In this second distiller, the liquid phase fraction of the first distiller was continu- 
ously distilled under the similar conditions as in the first distiller. A resultant gas phase fraction comprising 99.9% by 
weight or more of diphenyl oxalate was withdrawn at a flow rate of about 90 g/hr from the top portion of the second dis- 
tiller and condensed. Also, a resultant liquid phase fraction containing about 1 5% by weight of tetraphenoxytitanium was 
withdrawn at a flow rate of about 15 g/hr from the bottom portion of the second distiller. The amount of the catalyst was 
determined by atomic absorption spectrometry. 

■Example 4 (Decarbonylation step (C)) 

[0174] A round flask having a capacity of 300 ml and equipped with a thermometer and a stirrer was charged with 
a reaction mixture consisting of 200 g (0.826 mole) of the refined diphenyl oxalate obtained in Example 3 and 1.55g 
(0.0041 mole) of tetraphenylphosphonium chloride. The charged flask was heated by a mantle heater at a temperature 
of 250°C for 2 hours to decarbonylate the diphenyl oxalate, while discharging a resultant by-product gas comprising car- 
bon monoxide to the outside of the reaction system through an exhaust pipe connected to the flask 
[01 75] The resultant liquid phase fraction remaining in the flask was subjected to gas chromatographic analysis. It 
was found that the resultant liquid phase fraction comprised 98. 1 % by weight of diphenyl carbonate and 1 . 1 % by weight 
of diphenyl oxalate. 

[01 76] Thereafter, into the flask, a solution of 0.5 molar% of tetraphenylphosphonium chloride in the refined diphe- 
nyl oxalate obtained in Exanple 3 was continuously fed at a flow rate of 70 ml/hr, while withdrawing the resultant gas 
and liquid phase fractions from the flask so as to maintain the volume of the liquid phase fraction contained in the flask 
at a level of 200 ml, and while controlling the mantle heater so as to maintain the temperature of the liquid phase fraction 
atalevelof250°C. 

[0177] When the composition of the liquid phase fraction in the flask is stabilized, namely about 10 hours after the 
start of the continuous reaction, the withdrawn liquid phase fraction was analyzed, as a result, it was found that the with- 
drawn liquid phase fraction comprised 91 .2% by weight of diphenyl carbonate and 7.8% by weight of diphenyl oxalate. 
Also, the gas phase fraction comprising about 100% of carbon monoxide was withdrawn at a flow rate of about 110 
ml/hr. 



Example 5 (Collection step (D)) 

[0178] To refine and collect diphenyl carbonate, the same glass distiller as in Example 3 was used. The liquid phase 
fraction of Example 4 was continuously fed into and distilled in the distiller under the same conditions as in Example 3. 
From the top portion of the distiller, a resultant gas phase fraction was discharged and condensed by a cooler. The con- 
densed liquid comprising 99.9% by weight or more of diphenyl carbonate was collected. 

Example 6 



[0179] The same liquid phase fraction as that obtained in the first distiller of Example 3 was fed into the same sec- 
ond glass distiller as the first distiller of Example 3 through an inlet located 80 cm below the top of the second distiller, 
at a flow rate of 100 ml/hr. In the second distiller, the fed liquid phase fraction was distillated at a liquid temperature of 
180°C under a distiller top pressure of 10 mmHg at a reflux ratio of 2. A resultant gas phase fraction was withdrawn from 
the top portion of the second distiller at a flow rate of about 90 g/hr, and condensed. The condensed liquid contained 
99.7% by weight or more of diphenyl oxalate. Also, a resultant liquid phase fraction containing about 1 5% by weight of 
tetraphenoxytitanium was withdrawn from the bottom portion of the second distiller at a flow rate of about 1 5 g/hr. 
[0180] The resultant condensed liquid was subjected to the same decarbonylation step (C) and the collection step 
(D) as in Examples 4 and 5. The final liquid phase fraction contained diphenyl carbonate in a degree of purity of 99.9% 
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by weight or more. 
Example 7 

[0181] The same liquid phase fraction as in Example 2 was fed into a stainless steel (SUS)-made distiller packed 
with Helipack packings (5(D) x 5(H) mm) and having an inner diameter of 30 mm and a height of 3m, at a location of 
1 m below the top of the distiller, at a feeding rate of 1 00 ml/hr. The fed liquid phase fraction was continuously distilled 
at a liquid temperature of 198°C under a distiller's top portion pressure of 10 mmHg at a reflux ratio of 0.5. From the top 
portion of the distiller, a resultant gas phase by-product fraction was withdrawn and condensed by a cooler and the con- 
densed liquid was delivered at a flow rate of 44 ml/hr. The condensed liquid consisted of 6.38% by weight of dimethyl 
oxalate, 30.84% by weight of phenol, 62.78% by weight of methylphenyl oxalate. Also, from the portion of the distiller at 
a location of 50 cm above the bottom of the distiller, a gas phase main product fraction was withdrawn and condensed 
by a condenser, and the condensed liquid was delivered from the condenser at a flow rate of 55 g/hr. The condensed 
liquid contained diphenyl oxalate at a degree of purity of 99.2% by weight. 

[0182] Further, from the bottom portion of the distiller, a liquid phase fraction containing tetraphenaxytitanium was 
withdrawn at a flow rate of about 5 g/hr. 

[0183] The condensed diphenyl oxalate fraction was processed by the same decarbonylatbn step (C) and collec- 
tion step (D) as in Example 4 and 5. 

[0184] The final liquid phase fraction contained diphenyl carbonate at a degree of purity of 99.9% by weight or 
more. 

Example 8 

[0185] The same liquid phase fraction as that withdrawn from the second reactive distillation column of Example 2 
was continuously fed into a rotation thin membrane-type evaporator having a heat-transfer area of 0.1 m 2 at a feeding 
rate of 100 ml/hr under a pressure of 20 mmHg. The evaporator was heated by a heating medium at a temperature of 
200°C to generate a vapor fraction containing dimethyl oxalate, phenol and methylphenyl oxalate. 
[0186] From the bottom of the evaporator, a liquid phase fraction containing about 20% by weight of tetraphenox- 
ytitanium was withdrawn at a flow rate of about 7 g/hr. The resultant vapor fraction was continuously fed into the same 
type of a first glass distiller as in Example 3 through an inlet located 80 cm below the top of the first distiller and distilled 
under the same conditions as in Example 3. 

[0187] From the top portion of the first distiller, a resultant gas phase fraction was withdrawn and condensed. The 
condensed liquid comprised 6.52% by weight of dimethyl oxalate, 31 .50% by weight of phenol, and 61 .95% by weight 
of methylphenyl oxalate and was delivered at a flow rate of 43 ml/hr. 

[0188] Also, from the bottom portion of the first distiller, a liquid phase fraction comprising diphenyl oxalate at a 
degree of purity of 99.6% by weight, at a flow rate of about 50 g/hr. 

[0189] The liquid phase fraction withdrawn from the first distiller was fed into the same type of a second distiller as 
in Example 3 through an inlet located 80 cm below the top of the second distiller, at a flow rate of 100 ml/hr. The fed 
liquid phase fraction was continuously distilled at a liquid temperature of 1 78°C under a distiller's top portion terrpera- 
ture of 1 0 mmHg at a recycling ratio of 2. 

[0190] From the top portion of the second distiller, a resultant gas phase fraction was withdrawn and condensed. 
The condensed liquid contained 99.9% by weight or more of diphenyl oxalate and delivered at a flow rate of about 98 
g/hr. Also, from the bottom portion of the second distiller, a resultant liquid fraction containing high boiling temperature 
compounds was withdrawn at a flow rate of about 7 g/hn 

[0191] The condensed liquid was subjected to the same decarbonylation step (C) and collection step (D) as in 
Example 4 and 5. In the final liquid phase fraction, the collected diphenyl carbonate had a degree of purity of 99.9% by 
weight or more. 

ExarnplQ 9 

[0192] The same transesterification procedures as in Example 1 was carried out, except that a first solution con- 
sisting of 72.4% by weight of phenol, 27.0% by weight of dimethyl oxalate and 0.6% by weight of tetraphenaxytitanium 
was fed into a twelfth tray from the top of the same reactive distillation column as the first reactive distillation column in 
Example 1 at a flow rate of 143 ml/hr, and simultaneously a second solution comprising 2.3% by weight of methyl alco- 
hol, 47.0% by weight of phenol and 45.2% by weight of dimethyl oxalate is fed into a fifteenth step from the top of the 
first reactive distillation column at a flow rate of 1 70 ml/hr. 

[0193] The above-mentioned second solution was the condensation of the gas phase fraction delivered from the 
top portion of the second reactive distillation column in Example 2. 
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[0194] As a result, the resultant liquid phase fraction was withdrawn from the bottom portion of the reactive distilla- 
tion column at a flow rate of about 307 g/hr and comprised 6.71% by weight of diphenyl oxalate, 26.51% by weight of 
methylphenyl oxalate, 23.63% by weight of dimethyl oxalate and 42.75% by weight of phenol. Also, the condensate of 
the resultant gas phase fraction was withdrawn from the top portion of the column at a flow rate of about 24 g/hr. This 
condensate consisted of 99.7% by weight of methyl alcohol and 0.3% by weight of dimethyl oxalate. 
[0195] The liquid phase fraction was subjected to the same collection step (B), decarbonyiation step (C) and col- 
lection step (D) as in Examples 3, 4 and 5. The final liquid phase fraction comprised diphenyl carbonate in a degree of 
purity of 99.9% by weight or more. 

Example 10 

[0196] The same first and second transesterification procedures as in Examples 1 and 2 were carried out except 
that 300 ml/hr of the liquid phase fraction delivered from the bottom portion of the first reaction distillation column of 
Example 1 and 50 mi/hr of the condensate of the gas phase fraction delivered from the top portion of the first distiller of 
Example 3 and containing methylphenyl oxalate were fed into the fifth step from the top of the second reactive distilla- 
tion column. 

[0197] The resultant liquid phase fraction was withdrawn at a flow rate of about 154 g/hr from the bottom portion of 
the second reactive distillation column and comprised 53.38% by weight of diphenyl oxalate, 25.92% by weight of meth- 
ylphenyl oxalate, 2.22% by weight of dimethyl oxalate and 1 7.76% by weight of phenol. Also, from the top portion of the 
second column, a gas phase fraction comprising 2.35% by weight of methyl alcohol, 43,84% by weight of dimethyl 
oxalate, 50.16% by weight of phenol, 3.78% by weight of methylphenyl oxalate and 0. 1 4% by weight of diphenyl oxalate 
was withdrawn and condensed at a flow rate of 220 g/hr. 

[0198] The liquid phase fraction of the second reactive distillation column was subjected to the same collection, 
decarbonyiation and collection steps (B), (C) and (D) as in Exanples 3, 4 and 5. 
[01 99] The final liquid phase fraction contained 99.9% by weight or more of diphenyl carbonate. 
[0200] In the process of the present invention, the diaryl carbonate having a high degree of purity can be continu- 
ously produced from the dialkyl oxalate and the phenol compound at a high yield, without using poisonous materials. 
During the process, the by-products to be discharged from the production system are only the corresponding alkyl alco- 
hol and carbon monoxide, and the phenol compound and the intermediate products can be recycled and reused. Also, 
the collection and refining of the resultant diaryl carbonate can be effected easily. Therefore, the process of the present 
invention has a very high industrial applicability. 

Claims 

1 . A process for producing a diaryl oxalate comprising the steps of: 

(1) sii>jecting a dialkyl oxalate and a phenol compound to a first transesterification reaction in the presence of 
a transesterification catalyst in a first reactive distillation column, while evaporating away a reaction by-product 
comprising a corresponding alkyl alcohol from the first column; 

(2) subjecting the reaction product mixture delivered from the first column to a second transesterification reac- 
tion in a second reactive distillation column, while evaporating away a reaction by-product comprising a corre- 
sponding dialkyl oxalate; and 

(3) distilling the reaction product mixture delivered from the second column, to collect the resultant diaryl 
oxalate. 

2. The diaryl oxalate-producing process as claimed in claim 1 , wherein the dialkyl oxalate is selected from those in 
which each alkyl group has 1 to 1 0 cartwn atoms, and the phenol compound is selected from the groip consisting 
of phenol and substituted phenols having at least one substituent selected from the group consisting of alkyl groups 
with 1 to 6 carbon atoms, alkoxyl groups with 1 to 6 carbon atoms, a nitro group, and halogen atoms. 

3. The diaryl oxalate-producing process as claimed in claim 1, wherein the transesterification reaction in step (1) is 
carried out at a temperature of 50 to 350°C under a pressure of 1 33 mPa (0.001 mmHg) to 1 9.6 MPa (200 kg/cm 2 ). 

4. The diaryl oxalate-producing process as claimed in claim 1 , wherein the transesterification catalyst comprises at 
least one member selected from the group consisting of: 
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(1) Alkali metal compounds, cadmium compounds and zirconium compounds; 

(2) lead compounds 

(3) copper group metal compounds 

(4) iron compounds 

(5) zinc compounds 

(6) organic tin compounds, and 

(7) aluminum compounds, titanium compounds and vanadium compounds. 

5. The diaryl oxalate-producing process as claimed in claim 1 , wherein in step (3). the diaryl oxalate is collected by a 
distillation of the reaction mixture delivered from the second column. 

6. The diaryl oxalate-producing process as claimed in claim 1 , wherein in step (1), the starting material comprises a 
dialkyl oxalate and a phenol, and in step (3), the resultant diphenyl oxalate is collected by subjecting the reaction 
product mixture of step (2) to a crystallization procedure in which an adduct of diphenyl oxalate and phenol is crys- 
tallized and precipitated from the reaction product mixture, and heat-decomposing the adduct crystals, while evap- 
orating away the resultant phenol from the heat-decomposition system. 

7. The diaryl oxalate-producing process as claimed in claim 1 , wherein in step (1), a dialkyl oxalate, a phenol com- 
pound and a transesterif ication catalyst are fed into the first reactive distillation column, and the transesterif Ication 
reaction of the dialkyl oxalate with the phenol compound in the presence of the transesterif ication catalyst is carried 
out, while withdrawing a resultant first vapor phase fraction containing a corresponding alkyl alcohol from the top 
portion of the first column; in step (2), a resultant liquid phase fraction of step (1) containing an alkylaryl oxalate is 
fed from the bottom portion of the first column into the second reactive distillation column, and is subjected to the 
second transesterif ication reaction to allow the alkylaryl oxalate contained in the liquid phase fraction to be trans- 
esterified into corresponding diaryl oxalate and dialkyl oxalate, while withdrawing a resultant second vapor phase 
fraction containing the dialkyl oxalate from the top portion of the second column; and in step (3), a resultant liquid 
phase fraction of step (2) containing the diaryl oxalate is fed from the bottom portion of the second column into a 
distillation column and is distilled therein, and a resultant third vapor phase fraction of step (3) comprising the dis- 
tilled diaryl oxalate is withdrawn and collected from the distillation column. 

I The diaryl oxalate-producing process as claimed in claim 1 , wherein in step (1), a dialkyl oxalate, a phenol com- 
pound and a transesterif ication catalyst are fed into the first reactive distillation column, and the transesterification 
reaction of the dialkyl oxalate with the phenol compound in the presence of the transesterrfication catalyst is carried 
out while withdrawing a resultant first vapor phase fraction containing a corresponding alkyl alcohol from the top 
portion of the first column; in step (2), a resultant liquid phase fraction of step (1) containing an alkylaryl oxalate is 
fed from the bottom portion of the first column into the second reactive distillation column, and is subjected to the 
second transesterification reaction to allow the alkylaryl oxalate contained in the liquid phase fraction to be trans- 
esterified into corresponding diaryl oxalate and dialkyl oxalate, while withdrawing a resultant second vapor phase 
fraction containing the dialkyl oxalate from the top portion of the second column; and in step (3), a resultant liquid 
phase fraction of step (2) containing the diaryl oxalate is fed from the bottom portion of the second column into an 
evaporator and is evaporated therein, a resultant vapor phase fraction generated in the evaporator is fed from the 
evaporator into a first distiller and is distilled therein, while withdrawing a vapor phase fraction generated in the first 
distiller and containing the alkylaryl oxalate from the top portion of the first distiller, a resultant liquid phase fraction 
generated in the first distiller and containing the diaryl oxalate is fed from the bottom portion of the first distiller into 
a second distiller and is distilled therein, and a resultant third vapor phase fraction generated in the second distiller 
and containing the diaryl oxalate is withdrawn and collected from the second distiller. 

The diaryl oxalate-producing process as claimed in claim 1, wherein in step (1), a dialkyl oxalate, a phenol com- 
pound and a transesterification catalyst are fed into the first reactive distillation column, and the transesterification 
reaction of the dialkyl oxalate with the phenol compound in the presence of the transesterification catalyst is carried 
out, while withdrawing a resultant first vapor phase fraction containing a corresponding alkyl alcohol from the top 
portion of the first column; in step (2), a resultant liquid phase fraction of step (1) containing an alkylaryloxalate is 
fed from the bottom portion of the first column into the second reactive distillation column, and is subjected to the 
second transesterification reaction to allow the alkylaryl oxalate contained in the liquid phase fraction to be trans- 
esterified into corresponding diaryl oxalate and dialkyl oxalate, while withdrawing a resultant second vapor phase 
fraction containing the dialkyl oxalate from the top portion of the second column; and in step (3). a resultant liquid 
phase fraction of step (2) containing the diaryl oxalate is fed from the bottom portion of the second column into a 
first distiller and is distilled therein, while withdrawing a resultant vapor phase fraction containing the alkylaryl 
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oxalate from the top portion of the first distiller, a resultant liquid phase fraction generated in the first distiller and 
containing the diaryl oxalate is fed from the bottom portion of the first distiller into a second distiller and is distilled 
therein, and a resultant third vapor phase fraction generated in the second distiller and containing the diaryl oxaiate 
is withdrawn and collected from the second distiller. 

. The diaryl oxalate-producing process as claimed in claim 7, wherein the second vapor phase fraction withdrawn 
from the second reactive distillation column and containing the dialkyl oxalate is recycled into the first reactive dis- 
tillation column. 

The diaryl oxalate-producing process as claimed in claim 8, wherein the second vapor phase fraction withdrawn 
from the second reactive distillation column and containing the dialkyl oxalate is recycled into the first reactive dis- 
tillation column. 

The diaryl oxalate-producing process as claimed in claim 9. wherein the second vapor phase fraction withdrawn 
from the second reactive distillation column and containing the dialkyl oxalate is recycled into the first reactive dis- 
tillation column. 

The diaryl oxalate-production process as claimed in claim 8, wherein the vapor phase fraction withdrawn from the 
top portion of the first distiller and containing the alkylaryl oxalate or a condensation of the vapor phase fraction is 
recycled into the second reactive distillation column. 

The diaryl oxalate-producing process as claimed in claim 9, wherein the vapor phase fraction withdrawn from the 
top portion of the first distiller and containing the alkylaryl oxalate or a condensation of the vapor phase fraction into 
the second reactive distillation column. 
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